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Alignment Measurements in Orbitally Selective
Collision-induced Fluorescence

Daniel M. Segal* and Keith Burnett
Clarendon Laboratory, University of Oxford, Parks Road, Oxford OX1 3PU

The results of an experiment in which the polarization of collisionally
redistributed near-resonant light was monitored has been analysed. If the
incident light is polarized the fluorescent light may also be, with its degree
of polarization depending on the collision dynamics. The experimental
results have been analysed using a model in which the collision complex is
treated as a transient quasi-molecule. In this model the atom-perturber
complex is excited directly into a molecular orbital which rotates through
the collision. The complex then decouples and the atom radiates at a later
time. The rotation experienced during the collision accounts for the
depolarization of the light. A knowledge of the interatomic potentials for
the system under study is necessary for a quantitative application of the
theory. The 2537 A (*P,-'S,) line in Hg perturbed by Kr was chosen for
the present work since the interatomic potentials for this system are well
documented. It is shown that the primitive form of the decoupling radius
model is inadequate to account for the experimental results quantitatively.
Extensions and modifciations to the model that overcome some of these
difficulties are discussed. The results highlight the poor orbital selectivity
attainable in this type of experiment when the molecular potentials do not
separate sufficiently rapidly as the collision partners approach one another.

1. Introduction

Orbitally selective collisions and reactions have received a great deal of attention in
recent years. The studies most closely related to the discussion here are those involving
energy transfer in alkaline earths'? and the photochemistry of Hg in van der Waals
complexes.” A central question in these studies is how atomic orbitals evolve into their
molecular counterparts. We want to know for example if selection of asymptotic atomic
states leads to a selective population of molecular states.

Using a tunable laser one can excite collisions before or after they cross the boundary
between a region of small interatomic distances, in which the molecular picture holds,
and a region of larger interatomic separations in which the partners act as free atoms.
This is the type of experiment we shall analyse below.

Grosser* discussed in detail the conflict between the atomic and molecular pictures
of 'S,-'P, atom-atom collisions. The disagreement between the two pictures becomes
apparent when one considers the angular momentum of the states involved. When the
interaction between the collision partners is small the motion should resemble that of
free atoms, and the angular momentum vectors should remain fixed in space. However,
when the interaction between the pair is strong a molecular picture is appropriate and
it is the projection of the angular momentum vectors onto the internuclear axis that
should be conserved. This axis rotates by 180° in a collision. The two pictures are
therefore in severe conflict.

Grosser pointed out that when one chooses to approach a problem of this type using
molecular eigenfunctions (X and II states for the 'P,-'S, transition he considered) a
Z-11 coupling term becomes important at large = and A is not conserved in this region.
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2 Alignment in Collision-induced Fluorescence

The coupling term can be regarded as being due to Coriolis forces exerted on the
electrons in the frame of the rotating axis. These Coriolis forces will always be present;
however, at small 7 they will be negligible in comparison to the forces which couple
the wavefunction to the molecular axis.

The strength of the coupiing of the electronic angular momentum to the molecular
axis at a given r is represented by the 211 potential difference. The molecular picture
becomes inappropriate when this coupling is comparable to the Coriolis coupling
between the X and II states.

A utilitarian method of dealing with this problem in semiclassical calculations is to
define a radius R, within which the molecular picture holds rigorously and outside of
which the atomic picture is used. In an experiment in which an excited atom undergoes
collisions R, is the ‘locking radius’, i.e. the interatomic separation at which the atoms
are considered to lock together to form a rigid molecule which then rotates through the
collision. We shall discuss this approach in the context of the experiments we have
performed. However, we have monitored the polarization of fluorescence emitted by
an atom after absorption during a collision. Under such circumstances one would
normally expect excitation to occur directly to an axis-coupled molecular state. For
this type of experiment then R, = R, is a radius at which the partners decouple to their
asymptotic atomic states when the collision is completed. The utility of this approach
hinges on how abruptly in r the changeover occurs. This in turn depends on the evolution
in r of the Z-JI potential difference. A method pertinent to our experiment and based
on the idea of a decoupling radius has been described by Lewis et al® Fig. 1 illustrates

(@)
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{c)

Fig. 1. Orbita) reorientation during a collision. The time evolution of the molecular orbitals is

illustrated from (i) the point of absorption at R, the Condon point to (ii) the point of decoupling

at R, for the three cases of excitation to (a) the T state, (b) the IT* state and (¢) the [T~ state.

Radiative decay occurs at point (iii). The reorientation angle ¢, is equal to ¢ +8,. Note route
(c) causes no reorientation so that the II state is overall less depolarizing.
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D. M. Segal and K. Burnett 3

the essential features of the model. The central result is an expression for the detuning
dependent atomic alignment as a function of the amount of reorientation (given by the
angle ¢) experienced during the collision and the angle 8,, where the subscript & can
be cither Z or II. This result is then averaged over impact parameters and velocities.

The average over impact parameters is transformed into an average over 8,. Explicitly
we use

/2

(' : ')IV=%I cos 8, d0,,(- ‘ ')- (1)
-m/2

It is possible to express the polarization of the fluorescence in a form dependent on

only R,/ R, and cos 6,. Once the average over 8, has been accomplished the polarisa-

tion can be expressed as a function of X, = R,/ R, alone:®

_15+15Xn+ Xh+g(Aw)9IX3 2)
55+5Xp+3X4+2(Aw)(25+3X2)Y

In this expression g(Aw) is the probability of exciting the X state relative to exciting a
II state. A classical form for this function is found by noting that the probability of
absorption at  is given by the simple quasistatic result,

__n@AmRL
I(w)—————ldv/dklh. ‘ 3)

The usual Boltzmann factor is missing as a result of neglecting the full integration over
velocities (using an average velocity only). g(Aw) can then be written as

dv r av —l]—l
R,) [R"(dk R.,) “)

~ 8(Aw)=RE ('d_i

The polarization Py, measured when excitation is via the Il curve only, is obtained
by letting g(Aw) — 0. Conversely P; is obtained by letting g(Aw) — 0. A range for
P, can be deduced by letting X, — 1 and 0 as limiting cases. It should be noted that
there is hardly any overlap between the ranges

0< P5(%) <32
27 < Py(%) <62. (%)

If the excitation takes place to only one potential-energy curve the polarization of the
fluorescence will label it uniquely as a £ or IT curve. The dependence of the polarization
of the fluorescence on the shape of the potentials enters the problem in two ways:
directly, through R,(Aw) and indirectly through the expression g(Aw) which weights
the Py and Py contributions.

For any model based on the idea of a decoupling radius to be useful, a sensible way
of choosing Ry, must be found. Grosser investigated the problem by writing down
coupled equations for the probability amplitudes of assumed molecular eigenfunctions.
He started with an eigenfunction of pure X character at large r and integrated his
equations to smaller ». Initially as r decreases the state begins to take on a certain
amount of II character. At small » when the Coriolis term becomes negligible the
solutions for the probability amplitudes begin to oscillate about a mean value. In this
region A is conserved. The onset of such oscillations is an indication that the transition
zone between the atomic and molecular regions has been reached. Using the condition
that the Coriolis coupling be comparable to the Z-I1 potential difference he was able
to find an analytical form for R,. when Vi-V; can be written as an inverse power law
in r. His result is given by

AC,, 1/n-1
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4 Alignment in Collision-induced Fluorescence

for Vs-Vy=AC,/r". Lewis et al. choose to define R, through

':I’Vx(Rdc)—(Vn(Rdc)l 1 -
T

c

on the grounds that #/1, is the siallest energy separation that the collision can discern.

In an experimental test of the decoupling radius model in a system for which the
potentials are well known Ry, acts as the only parameter which need be adjusted to fit
the data. The model will be deemed a success if a good fit to the data can be achieved
with a single R, which is independent of impact parameter and velocity.

In this paper we will analyse our experimental results for Hg *P,-'S, interacting with
a bath of Kr perturbers. The experimental procedure has been described elsewhere.’
Previous polarization-monitored collisional redistribution experiments have been con-
ducted by Alford et al® for the case of a J=0—» 1 transition in Sr and Ba perturbed
by the rare gases and by Kroop and Behmenburg’® for the J =4-- 3 case in Na perturbed
by Ar. To perform a quantitative test of redistribution theory, in particular the decoupling
radius model, a system must be studied for which the interatomic potentials are well
known. The comparison between theory and the Ba and Sr experiments has been
hampered by a lack of knowledge about the interatomic potentials for these systems.
While good potentials are available for the Na-Ar molecule the interpretation of the
results in terms of a simple model for the collision is complicated by the presence of
fine structure.

The availability of interatomic potentials for the Hg(2537 A)-Kr J =0— 1 system
{(e.g. Grycuk and Czerwosz,'® Fuke et al'') is the reason for its choice as the subject of
our study. Section 2 discusses the potentials put forward by these authors and proposes
a set of composite potentials for use in our analysis. In section 3 we present the resuits
of our calculation based on this model and contrast these with previous work in the
field. In section 4 we discuss the reasons behind the failure of the model for the system
studied. We suggest the type of analysis necessary to get good agreement for our
experimental case. In section 5 we draw our conclusions and comment on implications
for the prospect of orbital selectivity in this type of interaction.

2. Interatomic Potentials for Hg-Kr

2.1. General Remarks

Many of the polarization-monitored collisional redistribution experiments performed
to date have dealt with the case of a 'P,-'S, transition and the corresponding p., P,
and p, orbitals of the molecular picture. The decoupling radius model is formulated
by Lewis er al for this system. We now examine the complications that arise in the
case of the Hg 2537 A intercombination line (*P,-'S,).

With the brzakdown of L~ S coupling the only good quantum number for the atomic
angular momentum is J. Similarly, in the molecular picture, A (projection of orbital
angular momentum on the internuclear axis) is no longer a good quantum number and
only (= A+Z is conserved. (Z is the projection of total spin on the internuclear axis.)

In the atomic case, transforming from the |LSM, M) basis to the |JM) basis is
achieved through

UM)= T |LSM.MXLSM/M,JM)

M Mg
L s J\ @+~
=L, (ML M _M)(—_T)L—.EWILSMLMs>- (8)
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D. M. Segal and K. Burnett S

We now identify the z axis as the internuclear line and make the substitutions M =(},
M; = A and Mg=3X. For the (1 =0 case this gives

|J=1,Q=O)=\/§{(1 ! (‘)) [A=0,%=0)

00
1 11
<+ = — =
(_1 , 0)11\ 1,5=1)
1 1 1
+ =1,3=-1)i.
(1 | 0>|A 13 1)} )

Since the first of the three Wigner 3 —j symbols is zero this yields an expression in terms
of |A| =1 states. For the 1 =1 case we find

~1/{1 1 1
|J—I,Q—-1)—-\/3{(1 0 1)|A=1,z=o>

111
+(0 | 1)|A=o,>:=1)} (10)

giving an expansion in A =1 and A =0 states. The state |J =1, 2 =0) is thus expressed
as a sum over [l states alone, whilst the state |J =1, = i) contains a mixture of X and
I1 states. The labels of the molecular states for Hg-Kr can be assigned as X '0* (Q=0)
for the ground state and A% (0=0) and B>l (Q==1) for the excited states (i.e.
Hund’s coupling case C.)

We are now in a position to make some qualitative remarks about the interatomic
potentials for Hg-RG systems when the rare-gas atom is in its 'S, ground state.” The
B state has two degenerate components with (} = £1. These states contain an admixture
of = component and since it is A that governs the electrostatic interactions these states
will become repulsive at larger r than the A state. Furthermore, in the region where
the r~° term dominates the B state is more attractive than the A state. The result is a
shallower potential well for the B state than for the A state and a resulting curve-crossing
as shown in fig. 2.

The ground state is a Z state and is expected to have a fairly shallow well. However,
in the ground state the electrons are closely bound and valence repulsion sets in at
smaller r than for the excited states. The ground-state well is therefore deeper than the
well in the B state and occurs at smaller r. From the general shape of the potentials we
expect the red wing of the absorption line to be dominated by a single sateilite associated
with the minimum in the B-state difference potential.

2.2. Proposed Potentials

Fuke et al. arrive at potential-energy curves for Hg 2537 A interacting with krypton
through an analysis of their experimental vibrational spectrum for HgKr van der Waals
molecules. (They were unable to resolve the rotational structure.) They performed a
vibration-only RKR analysis and compared it with a Birge-Sponer analysis. The agree-
ment between the two analyses was good for the B state but only partial for the A state.
Their experimental data for the ground state were limited. Grycuk and Czerwosz
performed a temperature-dependent lineshape experiment and used the data-inversion
technique described by Hedges et al.'> Their data complements those of Fuke et al. by
providing reliable ground-state and A-state potentials.

S A v ————— o
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Fig. 2. Composite potentials based on ref. (10) and (11). (A) (a) A state, (b) B state; (B) X state;
(C) (a) AV,, (b) AV,.

For use in calculations based on the decoupling radius model we are primarily
interested in the difference potentials. Since we propose to use ground- and excited-state
potentials from different sources care must be taken to check that the B-state difference
potential is sensible. Taking the potentials as they stand gives a B-state difference
potential with a well depth of only ca. 2 cm™". This is obviously not commensurate with
the appearance of the red-wing satellite at ca. 12cm™". Fuke et al calculated r,, for
their B state by using a simulated FCF program to calculate the difference between r,,
for their ground and excited states. If we are to use the Grycuk and Czerwosz ground
state we must amend the value of r,, for the B state accordingly. With this change the
difference potential exhibits a 11.5cm™ minimum. The potentials to be used are
summarized in table 1 and are shown in fig. 2.
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D. M. Segal and K. Burnett 7
Table 1. Summary of potentials used in analysis
state  e¢/cm™ w./em™! wX./cm™ T/ A a B form
X 'o* 200 395 11 18 M.S.
A" 438.1 335 7.84 4.11 M.S.
B31 95 1.3 0.32 445 Morse

The data of Grycuk and Czerwosz were taken for the A *0* state. For convenience of manipulation
during calculations, a Maitland-Smith function was fitted to these data.

3. Analysis

3.1 Previous Application of the locking-radius Molecular Model

We now present an analysis of our experimental results using the decoupling radius
model of Lewis et al. For the sake of comparison we will first outline some of the
features of the analysis performed by Alford et al. of their resuits for Sr-RG systems.
Fig. 3 shows a comparison between their experimental results for Sr-Ar and some
theoretical curves based on this model. Lewis et al. calculated polarization curves for
several trial potential forms. (Information about the 3potentials for this system was
obtained from lineshape experiments by Carlsten et al.'* and by Harima et al.'*). They
first assumed van der Waals r~® potentials for the ground and excited states and calculated
the dashed curves in fig. 3. [g(Aw) was set at either 0 or c© and the hypothetical limiting
cases of pure % and pure II excitation were calculated.] They assessed their curves as
follows. They pointed out that the polarization is initially intermediate between X and
IT and falls off with roughly the correct slope. The polarization then dips more steeply
towards the 3-only curve at around A7 =10-20cm™'. The lineshape experiments of

80
~
“
60} Sel ° °
-] L SSao o %
" o ~ °
® o RN o %o ° o
et B =~ o _of
c ° ~~._90%, %
8 ) o -~
= © o o ~———
3 o °  TTee~ll
& 40 ] o oo° ==
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~
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~
~
\\
20- \\\\
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e
o 1 1 ==
10 100 1000
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Fig. 3. Polarization redistribution spectrum for the red wing of Sr-Ar. The full curve is the theory®
using Lennard-Jones potentials in the decoupling-radius model, while the dashed curves assume
van der Waals potentials and treat the hypothetical cases of pure X and pure I excitation.
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8 Alignment in Collision-induced Fluorescence

Carlsten et al. and Harima et al. show a diffuse near-wing satellite, indicating a minimum
in one of the difference potentials with a depth of ca. 20 cm™'. General arguments would
suggest that the minimum is likely to occur in the X difference curve rather than in the
II. Lewis et al. take the extra decrease in polarization noted in this region to be due to
the enhancement of 2 excitation resulting from the satellite.

Once the position of the satellite has been passed the polarization climbs to a value
close to that predicted by the [1 curve. The polarization then increases to even higher
values than those predicted. Lewis et al. suggest that the disagreement in this region is
due to bent trajectory effects. In order to test eqn (2) directly for a system with potential
minima Lewis et al. went on to describe the potentials using the Lennard-Jones form
capable of producing the known satellites. (An extreme red-wing satellite, attributed
to a minimum in the I difference potential was apparent at ca. 1000 cm™".)

Insertion of these potentials into the decoupling radius model yielded the full curve
of fig. 3. The curve reproduces the near-wing polarization reasonably well up to the
position of the satellite. The cusp in the curve is due to the classical singularity in the
lineshape at this position. After the cusp the full curve reverts to the [1-only curve. Just
as a semiclassical analysis removes the singularity in the lineshape, the use of a similar
analysis to define g(Aw) would remove the sharp cusp in the polarization curve. Bieniek'*
has performed such an analysis.

3.2. Mercury-Krypton Analysis
3.2.1. Impact-limit Polarization

Omont et al.'® applied quantum-mechanical impact theory to the problem of collisional

redistribution. Ballagh and Cooper'’ used the results of Omont et al. to derive explicit
expressions for the angular and frequency dependence of radiation scattered by a
spatially degenerate atom undergoing collisions. Applying this theory to our experi-
mental geometry the polarization P of the fluorescence can be related to the collisional

width y, and alignment destroying rate >’ through

_60y/ ¥<") =3
6( 7c/ 7(:2)) -
(2)

Values of vy, and y.* are related to the nominal cross-sections o and o', respectively,
through y=n,bc where n, is the number density of perturbers and & is the mean
velocity. Values of oy and o'*' for Hg-Kr reported by various authors are tabulated
by Lewis.'

Substituting the resulting y. and y'*’ values into eqn (11) gives an impact-limit
polarization of 82+ 5%. Taking an estimate of the collisional duration as ca. 2.6 ps and
using the validity criterion for impact theory we find that the boundary of the impact
region occurs at ca. 2.m”' for Hg-Kr. Our experimental results do not extend closer
to line centre than Scm™' and hence we do not probe the impact region properly.
However, an extrapolation of the trend shown in our data suggests that the agreement
between the calculated impact polarization and that which can be inferred experimentally
is quite good. This agreement lends confidence in the method of correcting for spurious
depolarizing effects described elsewhere.’

This rather high polarization is due to the relatively low value of y*' for the
Hg(2357 A)-Kr interaction. This arises from the fact that the A- and B-state difference
potentials are not well separated in the region of interest. The failure of these curves
to separate as well as the analogous X and I1 potentials in the case of a 'P,-'S, transition
can be understood by examining the make-up of the A and B states in terms of their A
components. As we have shown the A state is made up entirely of II states, whilst the
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D. M. Segal and K. Burnett 9

B state contains a2 mixture of = and II states. The electrostatic difference between
collisions proceeding along the A and B states is therefore not as pronounced as it is
in the single-singlet case where the states are of pure Z and I character.

3.2.2. Choice of R,

A simple way of estimating Ry, would be to use o® = 7R3, Using an average value
of o'? taken from Lewis gives Ry, =6.1 A. Applying the criterion for Ry used by Lewis
et al. and using the proposed potentials gives Ry = 6.5 A. At this point certain difficulties
can be noted in attempting to apply the decoupling-radius model to the Hg (*P,-'So)-Kr
system.

Note that the maximum energy difference between the A and B states is ca. Sem™',
which is not markedly greater than our estimate of the energy separation at which the
states decouple. It is in precisely such a situation that the concept of a well defined
decoupling radius loses its validity. A physical picture based on the decoupling-radius
model is that the atomic orbitals never lock tightly to the molecular axis, but merely
slew under the influence of the molecular forces. Such a process is badly modelled by
the use of a locking radius, no matter how small that radius is chosen to be (given that
R, should remain smaller than R,  throughout the region of interest). Under such
circumstances the decoupling-radius model as it stands will always predict more
reorientation than actually occurs. Itis interesting to compare the maximum polarization
(62% for X excitation when R, = Rs) permitted by the decoupling-radius model with
calculations for the impact-limit polarization. In a system for which the model is truly
applicable one would expect these two polarizations to be in rough agreement. In the
case of Ba-Ar the impact limit was found to be 68 £2%. Since the corresponding value
for Hg- Kr of 82% is much higher than this the model will be unable without modification
to give a sufficiently high polarization in the near quasistatic wing to be asymptotically
compatible with the impact value.

3.2.3. Red-wing Polarization Curve

We have performed an analysis for Hg-Kr similar to that of Lewis et al. for Sr-Ar. In
our case, however, the potentials used were far more reliable than those available for
the Sr-Ar case. For convenience we have fitted the A-state data to a modified Maitland-
Smith function. This was achieved by fixing £ and r,, at the values given by Grycuk
and Czerwosz and allowing the a and 8 parameters to vary to achieve a best fit to the
data. Since our red-wing polarization data covered the detuning range 5-40 cm™', only
the lineshape data points lying in this region were included in the fitting procedure.
The optimum values were found to be a=7.84 and B =4.11. With all the states
determined by analytical forms it was easy to differentiate the difference potentials for
insertion into g(Aw). The difference potentials AV,(R) were inverted numerically to
give R,(Aw) for substitution into the decoupling-radius model. A complication arises
when there is an extremum apparent in a given difference potential. When this happens
the function R,(Aw) is double-valued and the equation defining g(Aw) is only valid
for single-valued R, (Aw). In order to proceed we make the approximation that excitation
to the outer Condon point is prevalent and neglect the inner Condon point. This is a
reasonable approximation for a number of reasons. For a given detuning the slope of
the difference potential is always greater for the inner Condon point than for the outer
one. Since the weighting of the contribution of a particular Condon point is inversely
proportional to the slope of the difference potential the inner point will always contribute
fess for the usual asymmetric well. The inner Condon point will also lose out by virtue
of the RZ term in the quasistatic formula. These arguments become progressively less
valid as the minimum in the potential is approached; however, in this region the difference
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10 Alignment in Collision-induced Fluorescence

in the reorientation experienced after excitation at one Condon point or the other
becomes small.

The meaning of the X and II labels in eqn (1)-(5) must now be clarified. These
labels draw a distinction between laser excitation to a molecular ‘angular momentum’
state with J =1 and excitation to a state with J =0. Eqn (1)-(5) were developed in the
context of a 'P,-'S, transition in which J= A is a good angular momentum quantum
number. In the case of a *P,-'S, transition J = is the relevant angular momentum
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Fig. 4. Polarization redistribution spectrum for the red wing of Hg(*P,-'Sy)-Kr. (a) Measured
polarizations are higher than predicted by the simple decoupling-radius model. This results from
the proximity of the interatomic difference potentials in the region of interest. The polarization
drops in the far wing to a value in better agreement with the theory (- - -) Ry =5.5 A, (—)
Ry =6.5 A. (b) Sketch of the satellite taken from the data of ref. (10). The curves in (a) are the
results of the primitive decoupling-radius model with a purely classical satellite. An analysis
based on the model proposed by Bieniek'* would use the true form of the satellite, removing the
sharp cusp in tae polarization curve.
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Table 2. Blue-wing Polarization data

Av/em™! polarization (%)

20 65+ 14
123 7611

quantum number. Consequently, it is necessary to rewrite eqn (1)-(5) with the labels
2 and II replaced with 2 =0 and €} = 1, respectively.

With these changes made we see that the A(Q2 =0) state, which is a superposition
of A =1(Il) states, actually behaves like the more depolarizing state of expression (5).
The B({) = 1) state, which is a superposition of A=1 and 0, (II and X) acts as the less
depolarizing state.

The result is that as the satellite in the B state is approached we see enhancement
of excitation to a less depolarizing state. After the satellite has been passed the
polarization collapses to the value prescribed by excitation to the more depolarizing A
state alone.

Fig. 4 shows the results of our calculation superimposed on our experimental data
for various values of R,.. As anticipated, the curve for Ry,.=6.5 A lies well below the
experimental data. The theoretical curve shows the expected classical cusp similar to
that shown in fig. 3 but reversed in direction. Curves with R,.<6.5 A appear to give
better agreement than that for R, =6.5 A however, such curves should be approached
with caution for low detunings since they contain components for which R, > R,  which
is outside the region of validity of eqn (2). These curves can be expected to give a
reasonable fit to the further wing where R, < Ry4. despite the low value of Ry.. The
polarization is seen to hold up well after the position of the satellite, but does eventually
drop to a value in agreement with the theoretical curves.

3.2.4. Blue Wing

Insufficient signal was available to perform a systematic detuning experiment in the
blv : wing. Furthermore, the exact form of the interatomic difference potential in the
blue wing is not known. We can, however, make a comment on the limited data available.
These data points were taken at detunings corresponding to the peaks of the two strongest
satellites at Aw =20 and 123 cm™". Grycuk and Czerwosz discussed the possible origin
of these satellites, concluding that the distant satellite is of the usual variety and is
associated with an extremum in the difference potential. They suggest that the near
satellite is due to bound-free transitions from high-lying vibrational levels in the ground
state.

We can be sure that the only potentials to which excitation can occur in the blue
wing is the Bl state. Whilst lack of information on the exact form of the potential
prevents us from calculating the polarization at Aw =123 cm™', we note that since
excitation occurs entirely to the less-depolarizing B state the polarization should be
relatively high. This is borne out by the experimental measurement (see table 2).

4. Beyond the Decoupling-radius Molecular Model
4.1. Validity of Approximations

It is apparent that the theory used to analyse our data is incapable of giving a good
account of the experimental results. We must therefore address the approximations
made in fonnulatin' the theory and decide which of these is likely to break down in
the case of the Hg(°P,-'S,)-Kr interaction. The approximations made are as follows:
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12 Alignment in Collision-induced Fluorescence

The atoms are taken to follow classical trajectories and to be excited quasistatically at
Condon points. The model also assumes that this excitation occurs independently to
the 2 =0 and Q = | states. The atoms are then taken to undergo adiabatic reorientation
until a fixed decoupling radius is reached. The last three points essentially assume that
there is no mixing of the molecular states either at excitation, during the rotation or
after decoupling. The following sections examine the validity of these assumptions in
turn.

4.2. Classical Trajectories and Quasistatic Excitation

The assumption of classical trajectories breaks down if the de Broglie wavelength of
the ‘particle’ (or reduced mass u in the centre-of-mass frame) is of the order of a typical
scale length for the interatomic potential. For the Hg-Kr thermal collisions at room
temperature we find A =0.19 A. The minima in the A, B and X potentials occur at ca.
4 A, which can be taken as a measure of the scale of the potential. The assumption of
classical trajectories is therefore a good for the collisions we have studied. If any
discrepancy occurs as a result of this assumption it will occur near the turning points
where d V/dR is large, i.e. the potential changes appreciably over a de Broglie wavelength.
Also related to the classical-path assumption is the question of the angular momentum
of the collisions or equivalently the rotational energy-level spacing. It can be shown
that the rotational angular momentum quantum number /=100 for the collisions we
have been” considering. At such high values of I the system can be described quite
accurately classically.

The condition for quasistatic excitation is well fulfilled for Hg(*P;-'S,)-Kr at the
detunings investigated. However ciasical quasistatic theory fails to predict the correct
form for the satellite. Bieniek'* proposed a modification of the model that deals with
the satellite semiclassically, thus smoothing out the cusp in fig. 3.

4.3. Excitation Reorientation and Decoupling

The work of Hertel et al.'® and Grosser has shown the concept of a locking radius to
be useful when the potentials involved separate rapidly. As has been discussed, the
concept is not useful when the potentnals remain close together over a large region of
R. Since this is the case for Hg( P,-'S,)-Kr we now discuss ways in which the theory
could be amended to take account of this problem. Since the model is based on the
three processes of excitation, rotation and decoupling we examine these three processes
in turn.

The decoupling-radius model assumes that, at excitation, dipoles of either pure {l =0
or pure {) =1 character are created. Excitation therefore occurs to states with the well
defined wavefunctions ¥, (pointing along the molecular axis) or ¥, (at right angles to
the molecular axis). In an exact quantum-mechanical treatment of this aspect, excitation
occurs to a state whose wavefunction is a linear superposition of these two wavefunctions,
¥ =C,¥,+ Co¥,. In a perturbation approach C, and C,, which control the admixture
of the states involved, are inversely proportional to the energy diflerence between the
states. When, as in our case, excitation occurs at points where the energy separation
of the states is small, the correct form of the wavefunction must be used. In the inexact
treatment of the decoupling-radius model it is assumed that the ¥, and ¥, wavefunctions
rotate adiabatically, that is the rotation does not induce transitions between the two
states. These wavefunctions are therefore independent solutions of the Schrodinger
equation. In reality the proximity in energy of the two states will lead to further mixing
between them during the collision. In order to describe this situation we must solve a
pair of coupled equations.
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In the exact method it is unnecessary to introduce the concept of a decoupling radius
since the behaviour at all R is take care of automatically once the correct form of the
wavefunction is used.

In summary, the effects of assuming quasistatic excitation and classical trajectories
are either negligible or can be allowed for by making the reasonably simple amendments
to the model. Far more serious difficulties arise, for our system, from the assumptions
of incoherent excitation, adiabatic reorientation and the use of a decoupling radius.
The next step would therefore be to retain the former approximations but to treat the
excitation and reorientation processes as described above. It is possible to treat the
entire problem quantum-mechanically,”® Work along these lines is under way at present
in this laboratory. The drawback of the full quantum-mechanical calculation is that it
does not lend itself to simple physical interpretation.

5. Conclusions

The choice of Hg(*P,-'S,)-Kr as a system worthy of study has been supported throughout
by the availability of the interatomic potentials, allowing quantitative tests of theory.
However, even the qualitative features of our polarization curve differ from those of
the corresponding curve for Sr(*,-'Sy)-Ar. The chief qualitative feature in that system
was the dip in the polarization near the minimum in the 3 difference potential. It has
been shown that in the case of Hg(*P,-'S,)-Kr this trend is reversed and we see an
enhancement of the polarization near the minimum in the ) =1 difference potential.
Just as this qualitative feature allowed Alford et al to label the potential curves
definitively as = and Il we are able, through this work, to label the Hg(*P,-'S;)-Kr
potentials definitively as =0 and Q=1.

One aim of this work was to provide a test of the decoupling radius model. It would
be unfair to attribute the failure of our analysis of section 3 to account for our data to
the general inadequacy of the theory used. The problem clearly lies in the fact tha some
of the underlying assumptions of the model are invalid for a system such as ours in
which the (2 =0-0Q =1 potential difference is small.

The model as it stands has therefore not been tested in a region where it can be
expected to be adequate. An alternative approach to performing such a test would be
to conduct experiments to elucidate the interatomic potentials for Sr-RG and Ba-RG
systems since for these systems the polarization data available in the literature are
excellent. Such experiments are difficult to perform but have been proposed and are
being pursued by other experimenters in the field.

It is arguable that once the stated aim of testing the model had been achieved the
logical next step would have been to examine systems for which the validity criteria of
the inherent approximations are less well satisfied. In order that such a model be worthy
of pursuit it should be widely applicable and should survive, with little modification,
reasonable changes in the system studied. The purpose of examining such marginal
systems would be to test the range of applicability of the decoupling-radius model.
Hg(*P,-'S,)-Kr is just such a marginal system, and our results bring into sharp focus
the model’s limitations.

Another way of viewing our results is to note that when the decoupling radius is
very small (or when it is impossible to define Ry at all meaningfully) the degree of
orbital selectivity atainable is poor. This is borne out by the generally high polarizations
we have measured. While the system studied may be ideal for testing quantum-
mechanical redistribution theory it is unsuited to the exposition of pronounced
stereochemical features.

We thank 1. D. Harris, C. Richter, W. Steer and L. Kent for their help with the experiment.
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Thanks are due to C. Richter also for the use of fig. 1. We gratefully acknowledge the
financial support of the S.E.R.C,, including the award of a studentship (D.S.).
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Alignment Effects involving Multiple Pathways: Electronic
Energy Transfer of Sr 5s6p 'P, with Rare Gases

Laurie J. Kovalenko, Ruth L. Robinson and Stephen R. Leone*
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of Colorado, Departments of Chemistry and Physics, University of Colorado, Boulder,
Colorado 80309-0440, U.S.A.

Orbital alignment effects and branching fractions have been measured for
collisionally induced electronic energy transfer from the Sr 5s6p 'P, state to
seven near-resonant states: 5s6p ’P;.0, 4d5p'D, and 4dSp°F,;,. The
measurements were carried out in a crossed-beam experiment using a pulsed,
linearly polarized laser which propagates perpendicular to the initial average
relative velocity vector of the collision partners. The results show remarkably
high specificity in both the formation of product states and the alignment
effects into each state. With He as a collision partner, formation of the *F;
state shows a preference for the laser polarization parallel to the collision
axis; formation of the P, state shows no alignment dependence, whereas
the *P, state shows a strong preference (4: 1) for the perpendicular polariz-
ation. All other states are preferentially formed with the perpendicular laser
polarization. In addition, the branching fractions produced by collisions
with He are highly non-statistical. With Xe, the branching fractions approach
those of a statistical distribution, suggesting a strong interaction; however,
alignment preferences are still discernible for individual states. Despite the
complexity and large number of curve-crossing possibilities in this multistate
system, several highly selective crossings are inferred from the observed
alignment effects. Specific alignment preferences are discussed in terms of
symmetry and energy considerations.

Alignment and orientation effects in inelastic collisions of atoms are of keen interest to
experimentalists and theorists alike. Detailed summaries of previous work are provided
in the reviews of Hertel et al' and Campbell et al.’> Low collision energy, crossed-beam
experiments with rare-gas atom collision partners are among some of the simplest
alignment-dependent processes for which accurate theoretical treatment is possible.
They are studied using polarized lasers to prepare the initial collision alignment. Several
studies are notable. Hale et al,>* Neuschifer et al® and Bussert er al® studied the
Ca-rare-gas spin-changing system. Devdariani and Zagrebin’ performed a semi-classical
Langau-Zener curve-crossing analysis, while Pouilly and Alexander® investigated full
quantum-mechanical calculations for this system. Diiren and Hasselbrink™ studied
alkali-metal atoms using circularly polarized light to prepare the initial collision orienta-
tion and analysed their results quantum-mechanically. Manders et al'®'" analysed the
alignment dependence of fine-structure-changing collisions for the excited Ne** + He
system. They also developed quantum-mechanical'' and semiclassical'’ treatments of
the alignment preference.

One difficulty in treating these collision systems theoretically is the lack of good
potential-energy curves. The spectroscopy of stable, low-temperature collision com-
plexes'’ is one approach which offers excellent promise for an experimental determina-
tion of the potential-energy curves. Transient collisional probing of the energy-transfer
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2 Alignment Effects of St 5s6p 'P, with Rare Gases
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Fig. 1. Relevant strontium energy levels [ref. (16)]. The laser prepares the initial 5s6p 'P, state

as shown at the left. Collisions with rare-gas atoms result in energy transfer to the seven

near-resonant states, as shown in the enlarged region at the right. The average collision energy
for He is noted.

systemf‘by wind absorption and emission is yet another way to interrogate the alignment
effects.

In an initial study of the Sr5s6p 'P,-rare-gas system'’ it was found that several
collisionally produced states have very different alignment effects. This was surprising
given the complexity and number of curve-crossings in the energetically acressible
region. In this contribution we present a detailed study of the alignment effects and
branching fractions for most of the individual states produced upon collision of
Sr 5s6p 'P, with He and Xe. The mean collision energies are 529 cm™' with He and
631 cm™' for Xe. All seven of the collisionally produced states that are observed lie
lower in energy than the initial state; the total energy spread of these levels is 832 cm™,
as shown in Fig. 1. Despite the large density of states in the region, highly non-statistical
population distributions and large alignment effects are observed for many states. The
results are interpreted by an analysis of the symmetry and energy of the molecular states

in the crossing region. ’

Experimental

The experimental apparatus is similar to that described previously® with the following
modifications: a monochromator is used to resolve individual fine-structure states,
photon counting is used to detect fluorescence from collisionally produced states since
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the signals through the monochromator are much weaker, and Helmholtz coils are used
to shield the effect of the earth’s magnetic field by a factor of 4.

The basic apparatus is as follows (see fig. 2). Three mutually perpendicular beams
intersect at the centre of the chamber: the strontium-atom beam emerges from a pinhole
in an oven located behind the chamber and travels out from the plane of the paper; the
rare-gas beam emerges from the pulsed valve above the chamber and travels down; the
pulsed, linearly polarized u.v. laser beam passes from right to left, going through a
polarization rotator before entering the chamber. The linearly polarized laser prepares
Sr atoms in the 6'P, state with the p orbital aligned along the direction of laser
polarization. Sris a particularly suitable atom for alignment studies since 93% of its
natural occurring isotopes have a nuclear spin of zero; thus the p orbital remains
space-fixed in the absence of external forces. The initial alignment of the p orbital is
chosen by rotating the polarization of the laser with a double Fresnel rhomb polarization
rotator. Subsequent collision with rare-gas atoms results in population of a number of
near-resonant states: ’Pz,,_o, *Fe3.2, and 'D,. There is no fluorescence observed from
the 'D, state located 629 cm ™' higher in energy than the initial 'P, state. Fluorescence
is observed from the 'S, state located 3507 cm™ below the initial 'P, state; however,
this fluorescence is seen even in the absence of the rare gas, indicating that this state is
populated by cascade fluorescence. Two fibre bundles are used to collect the fluorescence
simultaneously from both the initial laser-prepared 'P, state and a collisionally populated
state. Fluorescence entering the larger fibre bundle at the left is used to detect the initial

'P, state. Fluorescence entering the smaller fibre bundie at the right is resolved to detect

individual product state transitions. Signals are analysed as a function of laser polariz-
ation angle using time-gated photon counting for the states populated by energy transfer,
and time-gated boxcar integration for the initial 'P, state.

p.mt. monochromator

lens
p.m.t.

fibre aptic bundle

. - target gas pulsed beam
m’::':p"c : strontium beam

s <t -——uyv. laser

potarization
rotator

light baffles
Helmholtz coils
diffusion pump

chamber

Pig. 2. Schematic diagram of the experimental apparatus. Three mutually perpendicular beams

intersect at the center of the chamber. The Sr beam emerges from a pinhole in an oven located

behind the chamber; the rare-gas beam emerges from the pulsed beam vaive above the chamber;

the pulsed linearly polarized laser beam passes through a polarization rotator before entering the

chamber. Two fibre bundles simultaneously collect fluorescence from both the intial state and
the collisionally populated states.
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4 Alignment Effects of Sr 5s6p 'P, with Rare Gases

The effusive Sr-atom beam is continuous and emanates from a 1 mm diameter hole
in a 953 K nozzle, which is connected to a separately heated 813 K oven located behind
the chamber. After 8 mm the Sr beam passes through a 2 mm diameter skimmer; after
another 27 mm it encounters the interaction region where the Sr density is 2 x 10'° atoms
cm™* and the velocity is 445ms™".

The He (or Xe) beam emerges from a pulsed valve at the top of the chamber and
after 18 mm crosses the Sr beam perpendicularly with an angular spread determined by
the laser beam diameter of 4 mm. With a nozzle diameter of 150 um and a backing
pressure of 80 kPa for helium (37 kPa for xenon), the rare-gas density is 5 x 10'* atoms
cm™ (2% 10" atoms cm™ for Xe) and the velocity is 1.76 X 10° m s~* (300 m s~* for Xe).
Thus the mean relative collision velocities are calculated to be 1.82x 10’ ms™! with He
and 536 m s~ for Xe, corresponding to collision energies of 66 and 78 meV, respectively.
The angle between the initial relative velocity vector and the horizontal Sr beam is 75°
for He (33° for Xe). We note, however, that the ca. 200 ns long collection gate times
were taken in the early time region of the ca. 1 ms long gas pulse, where signals from
the collisionally produced states were maximized and the magnetic field due to the
puised valve was minimized, rather than in the more central region of the pulse, which
is more characterizable. Thus the rare-gas beam density and velocity in the actual
experiments may differ from the calculated values stated above.

The pulsed, linearly polarized laser beam from a frequency-doubled dye laser travels
through a polarization rotator and crosses at right angles to the two atomic beams. The
laser beam wavelength is 293 nm, the diameter is 4 mm, the energy is tyPically 200 uJ
per pulse, the temporal width is 5 ns and the frequency width is 0.1 cm™'.

Helmholtz coils are used to shield the earth’s magnetic field by a factor of four. The
residual weak magnetic field has a negligible effect on the alignment of the initially
prepared p orbital, owing to its short (65 ns) lifetime. The present measurement of the
Sr6'P, lifetime agrees with a previous laser fluorescence measurement'’ of 65 ns. These
measurements differ from the value of 110 ns reported by Schwenz and Leone.'® The
110 ns measurement may be suspect since the Sr gas density was at least 100 times larger
than that in the present measurement; thus radiation trapping may be responsible for
the longer lifetime obtained earlier.

Two fibre bundles, one of diameter 1 cm and the other 7 mm, are located 2 cm from
the interaction region. They are used to monitor simultaneously the fluorescence signals
from the initially prepared 'P, state and the collisionally produced state. Total fluores-
cence is observed without angular or polarization analysis. Light entering the larger
fibre bundle passes through a cut-off filter to block scattered laser light, a bandpass
filter to select the 'P, transition at 717 nm to a 'D, state, and is detected by the
photomuitiplier (PMT). A boxcar-gated signal averager then integrates the signal, which
is either directly displayed with a strip-chart recorder or digitized. This signal is
proportional to the number of atoms in the initial 'P, state and is used for normalization.
A 6% variation of the fluorescence with laser-polarization angle is seen for the initially
prepared state, as expected from the position of the fibre bundle, the solid angle of
collection and the fact that a P-D transition is only partially polarized.

The much weaker fluorescence signals from the collisionally produced states are
detected by photon counting. Light entering the smaller fibre bundie passes through a
lens to match the f/ # of the monochromator. The } m monochromator selects a transition
from a collisionally produced state and the signal is detected by a PMT, amplified,
discriminated and counted. A typical gate time is 200 ns with a delay time of 25-50 ns
after the laser pulse. We note that this may affect the branching fractions if the lifetimes
differ among the states. A spherical mirror, not shown in fig. 2, is mounted opposite
the smaller fibre bundle and used to increase the signal intensity from the collisionally
produced states. The signal is proportional to the number of atoms in each collisionally
produced state. No anisotropy of fluorescence from the collisionally produced states
was observed.
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Typically 1000 laser pulses at 10 Hz are averaged for each experimental point. Since
each spectrum takes 10 h, fluorescence intensities are normalized to the 'P, signal to
correct for drifts in laser intensity and Sr-beam density. No correction for rare-gas beam
density is necessary. For the alignment measurements, fluorescence intensities are
measured with the rare-gas beam on and off. These are then subtracted. Alignment
curves are typically run three times each; one was run six times and two only once. For
the shorter-time alignment experiments, it was not necessary to normalize to the 'P,
signal, nor was it necessary to correct for rare-gas beam density.

Results

The linearly polarized laser prepares the initial Sr6 'P, p orbital along the direction of
polarization. Since 93% of the naturally occurring isotopes of Sr have no nuclear spin,
the p orbital for these atoms remains space-fixed in the absence of external forces. The
initial alignment of the p orbital is characterized by the angle, B8, between the polarization
vector, E, and the initial relative velocity vector, v. For example, the angle B =90°
prepares the p orbital perpendicular to the initial relative velocity vector. Thus B is
related to the angle between the laser polarization and the horizontal Sr beam, 6,,,, by
the equation B8 = 6,,, — 75° for collisions with He (8 = 8,,, — 33° with Xe).

Two kinds of experiments are considered below: (a) emission spectra of the collision-
ally produced states and (b) alignment effects for most of the collisionally produced
states. '

(a) Emission Spectra

Fig. 3 shows typical emission spectra of the states produced by collision of Sr 5s6p 'P,
with both He and Xe, where the Sr p orbital is prepared with the laser polarization
perpendicular to the initial relative velocity vector. This polarization was chosen to
maximize the weakest fluorescence signals. Only the strongest emission line from most
states is displayed. With He as the collision partner, negligible emission is seen from
the °F, state, indicating a relatively small probability of excitation, most likely because
of the large energy discrepancy from 'P, (see fig. 1). With Xe as the collision partner,
very different collisionally produced state populations are seen, most likely due to the
much stronger interaction potentials overall. Fluorescence intensities are normalized to
the 'P, signal to correct for drift in the laser intensity and Sr-beam density.

The relative fluorescence intensities for He as compared with Xe for all observed
spectral emission peaks are given in table 1, where averages of the fluorescence intensities
for the perpendicular and parallel laser polarizations are reported. The unresolved
emission peak from *P,, is also included. The 'D, emission peak which neighbours the
3F, peak at 640.7 nm is assumed to be of negligible intensity corapared to the °F, peak
since it was not seen in the compilation of spectral lines by Reader and Corliss.'” The
intensities in the table are normalized so that their sum is equal to 100. Very different
relative populations are seen for He compared to Xe; e.g. He produces much more °P,
excitation, while Xe produces more °F, and °F,.

For further insight into the mechanisms of the collisional transfer, we estimate
branching fractions from the relative intensities of the collisionally produced states and
make a qualitative comparison with a statistical distribution. To relate the above
fluorescence intensities to populations, we sum all fluorescence intensities with the same
initial state. This total intensity should be proportional to the number of atoms in that
initial state.”® The relative contribution of *P; and *P, to the fluorescence intensity of
the unresolved ’P,, peak was estimated using the measured intensities of the other
multiplet peaks and fluorescence data from Reader and Corlis.' The latter was found
to agree well with relative multiplet intensities calculated from pure Russell-Saunders
coupling.?®® We make the assumption that the major fluorescence pathways are °P — *D,
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Fig. 3. Emission spectra induced by collisional transfer from Sr 6'P,: fluorescence intensity vs.
wavelength with (a) He as collision partner and (b) Xe as collision partner. Initial states of the
transitions are indicated above the peaks in (a); wavelengths of the transitions are indicated
below the spectrum in (b). The laser is polarized perpendicular to the initial relative velocity vector.

'D-'D, ’D and ’F— °D. This is reasonable since both intercombination lines and
infrared transitions are expected to be relatively weak; the latter is weak because of the
»~* dependence. We also must assume that the lifetimes of all seven collisionally
populated states are approximately the same, since the specific gate width and delay
used in our experiments may introduce a sampling bias. A crude fluorescence-lifetime
measurement of groups of states suggests that this is a reasonable assumption. From
these assumptions, estimates of the branching fractions into various states for both He
and Xe as collision partners are shown in fig. 4, along with a statistical population
distribution based on relative degeneracies for comparison. The population distribution
for collision with Xe approaches much more closely that of a statistical distribution
than the resuit for He. This suggests that the strongly polarizable Xe mixes the product
states more completely. It should be noted that previous results for the branching
fractions with Kr as the collision partner are also very close to statistical.'®

() Aligmment Effects

Qualitatively different alignment effects are readily observed for many of the collisionally
produced states, as assessed from spectra taken with different laser polarizations. Fig.
5(a) shows two scans of the *P, and P, peaks with He as the collision partner, first

—— -
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Table 1. Relative fluorescence intensities for collisional transfer
from Sr 5s6p 'P,

transition from collision partner”
collisionally
produced state A nm helium xenon
P,,">'D;, 638.8 36.8+0.9 17.7¢1
639.0
3p,»°D, 634.8 8.6£0.5 15208
-°D, 632.4 — —
*p,» D, 636.6 2.1£0.2 21£1.0
*Py> D, 637.2 2903 24%1.0
’F,~»°D, 641.0 40+0.3 20.0+1.1
3F;-°D, 650.6 28.6+0.8 29.0+1.3
-3D, 654.9 3.8+0.3 4006
’F,-»°D, 661.9 0.6+0.6 9.9+0.8
-D, 664.5 — 3.4x0.5
-3D, 669.0 — -
'D,»'D, 7309 10.4+0.5 7.6£0.7
-3D, 638.2 21%03 24£0.5
-3D, 640.7 — —
-3D, 644.8 — —

* Normalized to 100. " The unresolved peak for °P,, is
included. < No fluorescence observed. ¢ Not resolved; assumed
negligible.

60

(a) (b) (e)

3P, 3P, 38, 3F, 3F; 3F, 'D,

Fig. 4. Approximate collisionally produced state populations. Three distributions of relative state
populations are given: (a) the distribution produced with He, (b) that with Xe and (c) a statisticai
distribution. Each population distribution is normalized to 100.
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Fig. 5. Qualitatively different alignment effects for He as the collision partner. (a) Emission

spectrum of transitions originating from the *P; and ’P, states with the laser polarization perpen-

dicular (L) and parallel (|}) to the intial relative velocity vector. (b) The same as in (a) only now
the transition is from the *F, state.

with the laser polarization perpendicular to the relative velocity vector, then with the
parallel laser polarization. It is clear that the *P, state is preferentially populated by
collision when the laser polarization is perpendicular to the initial relative velocity
vector, while the *P, state shows little preference. Fig. 5(b) shows the opposite alignment
effect for the *F; state, which is preferentially produced with a parallel laser polarization.
In these spectral scans, the fluorescence intensities are normalized to the 'P, signal to
correct for drifts in laser intensity and Sr-beam density.

More quantitative measurements of the alignment effects are made for each state by
monitoring the fluorescence intensity at a fixed monochromator wavelength as a function
of angle, B, between the laser polarization and the initial relative velocity vector, as
shown in fig. 6. Measurements at each angle are taken both with and without the rare-gas
beam. Fig. 6 shows the difference between the respective fluorescence signals. Because
the stability of the laser and atom beam densities is good over the duration of these
experiments, no further normalization was necessary. Most sets of data consist of three
independent runs which are averaged together. The error bars show the standard
deviation of several measurements taken at one angle. A least-squares fit is made to
the data with the functional form

I(B) = (Ipas + Imin)/ 2+ [(Lmax = Imin)/ 2] €08 [2(B =~ Bmax)]

* —— e =
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Fig. 6. Alignment effects: relative fluorescence intenstiy vs. angle, 8, between the polarization of

the laser and the initial average relative velocity vector of the collision partners. The solid lines

are least-squares fits to the theoretically expected form. The dotted circles are for the unresolved
emission from the sum of the *P, and °P, states for Xe. ®, He; O, Xe.

where I(B) is the measured intensity of fluorescence at the angle 8 between the laser
polarization and the relative velocity vector. The values of I.,,, I... and B,.m are
extracted from the least-squares fit. The ratio of I,,,./Iin and B, are given in table
2. For easy comparison between different collisionally produced states, we show in fig.
6 the data and the fit for the ‘normalized’ relative fluorescence intensity, [,.,(8), which
is obtained by dividing the observed fluorescence intensity by the average fluorescence
intensity:

Irel(ﬁ) = 21(3)/(’11\11! + Imin)
=1 +[(,mnx - Imin)/(lmax+ Imin)] cos [2(B _anx)]'

The strong emission peaks for *P, and ’P, at 639.0 and 638.8 nm, respectively, were
not resolved. Rather, the alignment effects for these two states with He as a collision
partner were measured using the well resolved peaks at 636.6 and 634.8 nm, respectively.
In the case of Xe as the collision partner these latter spectral features were too weak
to be measured, so only the alignment effect for the combmed Pz , emission peak was
measured, as indicated by the dotted data pomts for the ’P, state in fig. 6. The analyses
to detcrmlne the alignment effects for the *P,, emission peak produced with Xe and
the ’P, peak produced with He gave values of Bmsx Nearer to 45°. Since there is no
physical basis for such a result, we conclude there to be no discernible alignment
preference, as noted in table 2.
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10 Alignment Effects of Sr 5s6p 'P, with Rare Gases

Table 2. Summary of alignment effects and angle of maximum fluores-
cence intensity for Sr 5s6p 'P, transfer

collisionally preferred laser
produced state polarization Iax/ Tin Bmax’
helium as collision partner
3p, ) L 1.91+0.14 85.6+2.9
’p, none discernible” — —
3P, 1 4.09+1.56 89.0£5.5
*F, L 2.48+0.25 90.0£2.7
';F, I 2.25+0.18 -6.65+2.6
Fz — _— -—_
'D, i 2.37+0.29 88.4+3.5
xenon as collision partner
Py, none discernible” — —
3p, _c _ _
*F, 1 1.31+£0.07 826+5.4
°F, 1 1.21£0.05 82.4+54
°F, 1 2.22+0.18 79.9+2.8
'D, 1 2.18%0.16 83.0+2.4

“ Bmax is the angle between the laser polarization and the initial relative
velocity vector.  Fluorescence signal observed. ¢ Fluorescence signal
too weak.
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Fig. 7. Summary of alignment data: the ratio of maximum-to-minimum fluorescence intensity is
shown for each collisonionally produced state. States showing no preference for either polarization
have a ratio of 1. States which prefer perpendicular laser polarization have their ratio plotted
above the line; those which prefer parallel laser polarization are below the line. The dotted square
corresponds to the measurement with Xe using the unresolved *P,, peak. B, He; O, Xe.
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We note that the maximum fluorescence intensity is not at exactly 8 =0 or 90°, but
at slightly smaller angles. This may be attributed to an incorrect characterization of our
atomic beams, to momentum transfer from the rare-gas beam to the Sr that occurs before
the laser pulse, or to a strong dependence of the cross-section on velocity, which might
skew the angle away from that anticipated.

A complete summary of the observed alignment effects is given both in table 2 and
in fig. 7. The size of the effects are characterized in fig. 7 by the ratio of maximum-to-
minimum fluorescence intensity; the vertical axis on the plot in fig. 7 also displays which
laser polarization results in the most fluorescence. Points above the horizontal line
marked unity represent a higher cross-section for perpendicular laser polarization; points
below the line have a higher cross-section for paralle! polarization. The dotted square
point for xenon lying between the *P, and P, states corresponds to the measurement
using the unresolved P, peak.

Discussion

For low-collision-energy systems such as ours, a molecular picture of the collision
process is expected to be appropriate when the atoms are close to each other.” Two
molecular states, [I(Q = 1) and Z(Q =07), correlate to the initial 6 'P, atomic state, while
21 molecular states correlate to the final seven atomic states,”' as shown in table 3.
Energy transfer is expected to occur most readily by radial coupling via avoided crossings
between adiabatic molecular potential-energy curves of the same value of 2, which can
be correlated with various initial and final atomic states. In the absence of such radial
coupling, weaker angular coupling between states differing in ) by =1 would then be
expected to dominate.””> The actual mechanism, however, depends on the nature of the
diabatic potentials, the non-adiabatic couplings, the relative velocity, the impact param-
eter and the initial state prepared. Although relevant potential-energy curves are not
yet available, we can make significant progress in interpreting the results from symmetry
and energy considerations.

Experimentally the system is prepared at large internuclear separation with the Sr
p orbital along the polarization vector of the laser. Preparation of an atomic orbital

Table 3. Adiabatic correlation of atomic states, in order of decreas-
ing energy, with molecular states

atomic states molecular states (1)

initial state

'P,” 1(IM  ¢*(2)
final states
3p, 2 1 0"
’F, 4 3 2 1 0
Splh 1 04»
Spor 0—
'Di 2 1 0
o 3 2 p o*
’F, 2 1 0"

“ The intial atomic state correlates to two molecular states: {1 =0*
corresponding to a £ alignment of the p orbital with respect to the
internuclear axis, and Q = 1 corresponding to a IT alignment. * Only
these two final atomic states correlate to molecular states with the
same value of () as the 'P, state. © This is the only final state which
does not correlate to a molecular state with the same value of )
as the 'P, I state.
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12 Alignment Effects of Sr5s6p 'P, with Rare Gases

with the laser polarization parallel to the initial relative velocity vector results in an
asymptotic = molecular state, while preparation by the perpendicular polarization results
in an asymptotic I1 molecular state. We note that since the 'P, state is free from both
fine and hyperfine interactions, and since the effect of external magnetic fields is negligible
within the lifetime of the state, the orbital should retain its initial alignment at large
internuclear distances.

An important consideration is whether the p orbital maintains its molecular alignment
as the atoms approach. This depends on the impact parameter, the anisotropy of the
electrostatic interaction and the relative velocity. An impact parameter of zero results
in perfect preservation of molecular alignment at the distance of closest approach (e.g.
Z remains %), while all impact parameters large enough so that there is negligible
interaction between the atoms result in a reversal of the initial molecular alignment at
the distance of closest approach (e.g. T becomes II).

Since this experiment averages over impact parameter, the most relevant question
is whether the prepared molecular alignment of the p orbital is maintained for those
collisions which contribute the most to the transition probability. If the main contribution
to the transition probability occurs at small internuclear separation, or if it requires a
large radial velocity, then only small impact parameter collisions will be successful in
causing the transition. In this case, the collisions which would be effective in producing
transitions would most likely preserve the initial molecular alignment as the atoms
approach each other. If the main contribution to transition probability occurs at large
internuclear separation, the initial molecular alignment might be somewhat preserved
if the anisotropy of the electrostatic interaction and thus the propensity to ‘lock’ the
orbital occurs at even larger R. The concept of a locking radius, however, is not fully
agreed upon,'**?* (We also note that several results which are seemingly contradictory
to expectation have been interpreted on the basis of reversal of initial molecular alignment
for large-impact-parameter collisions.’)

Maunders ef al'®'? and others'**® have successfully used the above picture with
preservation of initial molecular alignment to interpret many experimental results, such
as the collisional energy transfer in the Ne**-He system. However, Alexander and
Pouilly” have interpreted their quantum-mechanical calculations with an alternative
picture involving an indeterminate orbital alignment. We choose here to interpret the
present results, which show strong alignment effects, by assuming preservation of initial
molecular alignment. In the absence of known potential-energy curves, we do not
attempt to guess the mechanism for the preservation. Nevertheless, excellent agreement
between the observed and expected alignment dependences is obtained, suggesting that
molecular alignment preservation may be a good picture in this case.

(a) Interpretation of Results with Helium

Table 3 shows the values of (1 for all the molecular states which correlate to the eight
initial and final atomic Sr states arranged in decreasing order of energy. It can immedi-
ately be seen that there are only two final states, P, and °F;, which correlate to molecular
states with the 0* value of 2, which is the value of the molecular state corresponding
to the X alignment of the Sr'P, p orbital. Experimentally, it should be noted that these
are also the only two states which do not show a preference for perpendicular laser
polarization with He. We also immediately see that only one final state, °P,, correlates
to a molecular state whose value of {} (07) differs from that of both initial molecular
states (1 and 0*). By conservation of reflection symmetry®* the 0~ molecular state cannot
couple directly, either radially or angularly, to the 0" molecular state corresponding to
the X alignment; however, it can couple to the { =1 state through angular coupling.
This symmetry constraint appears to be a powerful predictive tool, since experimentally
the *P, state shows strong preference for the perpendicular laser polarization as expected.
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Thus, many of the observed results with He are correctly anticipated if the above
molecular picture and molecular alignment preservation concept are valid. The perpen-
dicular laser polarization prepares a p orbital aligned perpendicular to the initial relative
velocity vector, which correlates primarily to the I1 molecular state, enabling radial
coupling to the nearby *P, state. The 0* component of the ‘P, state can only form the
3p, state through angular coupling. The large branching fraction into the P, state for
He and the strong preference for perpendicular alignment corroborate this picture.
Preference production of the >P, state has also been seen in analogous cases of energy
transfer, such as Cd,”** Ba,”*® and Hg.?* Multiple avoided crossings with the many
other states of the same value of 2 =1 would also distribute population among those
states with perpendicular preferences. The notable exception is the °F; state, which is
discussed below. The smaller branching fractions for *F, and 'D, indicate less effective
coupling, while their slightly larger alignment effect may be a result of crosssings at
smaller internuclear separation. This may not be unreasonable given the larger energy
gap of °F, and 'D, from the 'P,. The °F, state, which is the furthest away in energy,
is not significantly populated at all, possibly indicating the absence of an effective
avoided crossing. Only one state, *P,, cannot have an avoided crossing with either
initial component of 'P,. As mentioned above, aithough reflection symmetry prohibits
the *P, state from coupling directly to the 0" state, angular couplings may enable the
transition between (} = 1 and 07; this may be reponsible for the very large perpendicular
alignment effect. We note that Alexander and Pouilly®® also predict a prefernece for
perpendicular polarization to form this state in the analogous Ca system, based on their
alternative description of the collision process.

Parallel laser polarization prepares a p orbital aligned along the initial relative
velocity vector, which correlates to the = molecular state. This enables radial coupling
primarily to either of the two {0 =0" molecular states that correlate to the *F; and *P,
atomic states. Thus it may not be surprising that all the atomic states except these two
show a preference for the perpendicular laser polarization. The large branching fraction
into the °F; state, despite its distance from the initial atomic state and its strong preference
for parallel laser polarization, suggests a very effective coupling through an avoided
crossing with the initial X state. A simple intuitive picture of the molecular state
correlations®’ suggests that the 0* state correlating to the °F, state has more X character
and thus may be more repulsive than the 0" state correlating to the *P, atomic state,

which has more II character. This might result in a primary avoided crossing of the

initial = state with the °F, state; a secondary avoided crossing may occur between the
3P, and °F; states at larger R. The lack of discernible alignment preference for the *P,
state may indicate relatively equal coupling to both initial states in this case.

(5) Interpretation of Results with Xe

The above discussion using molecular-state symmetries and relative-state energies holds
equally well for Xe as the collision partner; yet there are obvious differences in the
results with Xe. Adiabatic molecular potential-energy curves with the heavier rare gases
will have qualitatively different appearances than those with the light He, owing to the
more polarizable nature of the heavy rare gas. The well depths may be much deeper
and thus contain more avoided curve-crossings, which will mix the product states more
fully; the avoided crossings may also occur at larger internuclear distances, which are
accessed by large impact parameter collisions, thus changing the degree of preservation
of initial molecular alignment. It may therefore intuitively be expected that the branching
fractions will tend to be more statistical, and the alignment effects may not be as large.
Indeed, this is what is observed. A statistical population distribution has also been seen
in the Sr-Kr system.'® In addition, the relative velocity for collision with Xe is much
lower in our experiment than that for He. This may change the non-adiabatic coupling
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14 Alignment Effects of Sr 5s6p ‘P, with Rare Gases

between the molecular states. The reversal of the direction of the ahgnment effect for
the °F; state between He and Xe, where perpendicular polanzat:on is preferred with
Xe, while parallel polarization is preferred with He, may indicate in the Xe case an
accessible avoided crossing between the ) =1 curves.

We emphasize that the above interpretations are not unique; without relevant poten-
tial-energy curves, several explanations can be proposed. Therefore, potential-energy
curves for this system and further theoretical work will be most important to be obtained.

Conclusion

Despite the high density of atomic states for this system, large selectivitives in both the
branching fractions and alignment effects for several states are observed. The results
have been interpreted using symmetry and energy considerations in a molecular picture
with preservation of molecular alignment in the collision. Potential-energy curves,
perhaps obtained by a van der Waals molecule spectroscopy experiment on the complex
Sr-Xe, would be very useful in determining the pathways and curve-crossings responsible
for the observed selectivity.

We thank Karen Carleton for having designed the apparatus. Generous support for
this work was provided for by the National Science Foundation.
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Differential Scattering of Na(*P) from HF:
Reactive and Non-reactive Processes

R. Diiren,* S. MiloSevié,7 U. Lackschewitz and H. J. Waldapfel
Max-Planck-Institut fiir Stromungsforschung Géttingen, D-3400 Gottingen,
Bunsenstrafle 10, Federal Republic of Germany

Double differential cross-sections for the scattering of a laser-excited Na
beam from an HF beam have been measured at coilision energies between
0.29 and 0.86 ¢V. To the observed quantity ground-state collisions contribute
with non-reactive events, and excited-state collisions contribute with reactive
and non-reactive events. Therefore the analysis of the data allows us to
determine sound estimates for characteristics of the potential-energy surfaces
and the dynamics of the reaction. The effect of alignment of the attacking
atom has also been studied. Our results show that this influence is small
(2.5%) and is connected with the non-reactive channels.

Judging from the number of publications, reactions of alkali-metal atoms with hydrogen
halide molecules have attracted great interest in experiments on theory. So far most of
the experimental work referred to the electronic ground state of the alkali-metal atom,
but the effect of translational, '~ vibrational *® and rotational >’ energy upon the reaction
has been studied. It is only recently that also the influence of electronic excitation of
the alkali-metal atom has been investigated.®'* The evaluation and interpretation of
these data is not at all settled, but the solution can be sought now, as quantum-chemical
work becomes available. Indeed, a fair amount of data for ground state'' " and
excited-state interaction'*'® has appeared. Based on these results from quantum
chemistry, the dynamics of these processes have been studied theoretically.'”'* As a
common result a reaction path associated with a non-adiabatic transition, a model well
known in non-reactive processes, may be considered to be established.

In our work we have concentrated on Na colliding with HF. This system appeared
to be a suitable candidate to serve as a model for this type of interaction, allowing easy
access to the electronically excited state in experiments and reliable results in quantum
chemistry with reasonable effort. The energetics of this reaction are shown in fig. 1:
The ground-state reaction is seen to be endothermic by ca. 0.89 ¢V, which is not
surmounted by the collision energy (in our experiment this varies between 0.29 and
0.86 ¢V). With the energy of the photon (2.01 eV) and the translatiorial energy this
changes to an exothermic reaction. It should be noted from fig. 1 that other channels
can be safely neglected. Even though these data are not too well established in the
literature, we can consider these estimates to be sound, anticipating one of our results,
namely that our time-of-flight results show no indications of these channels. Three
points of our experimental work may deserve special emphasis: (1) we measure double
differential cross-sections (energy- and angle-resolved) to obtain by this measurement
(as demonstrated through the years of beam work with elastic and inelastic processes)
the highest available information. (2) We evaluate not only the reactive part of these
cross-sections, but the non-reactive part as well. These latter measurements with their
well resolved structures (e.g. from rainbow scattering) are used to determine correspond-
ing characteristic data of the entrance side of the reaction. (3) The polarization of the

t Permanent address: Institute of Physics, University of Zagreb, Yugoslavia.
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Fig. 1. Energetics of the interaction of ground-state Na and electronically excited Na with HF.

exciting laser light allows us to select the alignment of the initial state. A new method
has been developed’' to discriminate between the dependence of reactive and the
non-reactive contribution to the measured signal upon the polarization.

Experimental

The experimental apparatus has been described in some detail before'®* and a brief

summary may be sufficient. The Na and the HF beams cross each other at right angles,
defining a scattering volume of 3x 1.5x 1.5 mm’. The Na beam is produced as a seeded
beam allowing, by the variation of the temperature, the pressure and the carrier gas
(He, H,, Ne), a velocity variation between 1500 and 4500 m s~*, which leads to collision
energics between 0.14 and 1.1 eV (Ecy). The width of the velocity distribution varies
between 15 and 20%. This beam is well collimated (58 = 0.5°) to allow proper (Doppler-
free) excitation of the atoms. The HF beam is produced in a multichannel oven, placed
10 mm from the scattering volume, which leads to a substantial angular divergence
(60 = 35°). This angullar divergence and the velocity distribution do not contribute too
much to the net resolution of the apparatus owing to the comparably low mean velocity
of HF. The detector rotates around the scattering volume in an in-plane arrangement.
It consists of a rhenium wire as ionizer (by surface ionization), followed by a quadrupole
mass spectrometer. The wire is kept at a temperature of 1650 K, which was chosen to
yield equal and 100% ionization efficiency for Na and NaF.** At this temperature the
residence time on the wire is short enough (€1 us) for time-of-flight measurements.
The excitation of the Na atoms is performed with a single-mode c.w. dye laser, tuned
to the hyperfine transition Na(3 %S, @ F =2) «» Na(3 °P,,,, F =3). The efficiency of this
excitation is between 20 and 25%."

Measurements

The measured cross-sections presented below were obtained with this basic machine in
different modes of operation, differing by the kind of preparation and/or detection.

(1) Tetal Differential Cross-section for the Ground State

These measurements were performed by switching the primary beam on and off, record-
ing the total number of scattered particles, ie. Na and NaF (if present) as a function
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of the scattering angle. These results do not discriminate between non-reactive and
reactive events. The purpose of these results is to obtain eventual structures in the
cross-sections, with a correlation to the channels, provided by other, time-resolved,
measurements discussed below [see (3)].

(2) Total Differential Cross-sections for the Excited State

As above, the scattered particles were not selected with respect to their flight time. The
Measurement was again achieved by lock-in technique, but this time the chopping was
performed by switching the laser (and consequently the population of the excited state)
on and off. From this measurement again structures in the cross-sections were obtained,
with the correlation to channels provided, as discussed below [see (4)].

(3) Double Differential Cross-sections for the Ground State

To check the validity of the assumption that the ground-state reaction is endothermic,
a pseudo-random chopper was installed to modulate the primary beam. Standard
techniques of beam work, registration in a multichannel analyser and cross-correlation,
is applied to obtain the double differential cross-section. No reactive signal was detected
and hence the cross-sections obtained in a measurement, as described above [see (1)]
were attributed to ground state non-reactive scattering only.

(4) Double Differential Cross-sections for the Excited States

For this measurement the intensity of the exciting laser was modulated with a pseudo-
random sequence by means of a Pockels cell with subsequent polarizer. This led to a
modulation of the population of the excited state and yielded with standard techniques
of data-acquisition the non-reactive and the reactive differential cross-section. '

(5) Time-resolved Excited-state Polarization-dependent Cross-sections

By removing the polarizer after the Pockels cell and by careful adjustment of the voltages
at the Pockels cell and the laser beam’s geometry, the polarization dependence was
measured again, applying then standard techniques to the measured spectra. This
measurement yields, at the same time, very accurate polarization differences (owing to
the high speed of chopping) and this quantity is selective with respect to the non-reactive
and the reactive channels.”'

Results

Fig. 2 shows one of the measurements of the total differential cross-section with laser
on, laser off and the difference signal. In addition, the reactive total difterential cross-
section, obtained by integrating the time-resolved measurements (discussed below), is
given for comparison. The pattern of the cross-section shows a first maximum at 8 =~ 12°
(laboratory) and another at ® = 60° (laboratory) for both laser on and off. The extrema
in the difference signal are at positions different from these with laser on and laser off.
This indicates that two patterns are hidden in the laser on signal, which is due to ground
state and excited state scattering. The maximum at 60° in the laboratory is identified
as orbiting in accordance with the nominal Newton diagram and vanishes, as it should,
with increasing collision energy, yielding another maximum at finite angles instead. The
ambiguity concerning the two patterns in the laser-on signal is resolved in the measure-
ment of the ground-state cross-section, shown in fig. 3. As we have mentioned, at high
energies no indication for reaction could be found and the total measurements represent
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the non-reactive cross-section. This result shows clearly another maximum at 7° and an
indication of a second maximum at 20°. The latter has been verified by measurements
at higher energies.

Measurements of which we have given the two examples, were performed at a number
of collision energies, all leading mutatis mutandis to the same resuits. These can be
used as a common basis for an evaluation. This was achieved without complicated data
reduction: the observed pattern was directly converted to its centre-of-mass counterpart
by rescaling the angles with the help of the most probable Newton diagrams.

A feature of this system is given by the observation that the reactive cross-section
is small compared with the non-reactive cross-section for all energies. This means that
reactive events are a small perturbation to the non-reactive events and that the latter
can be evaluated to a first approximation by neglecting reaction. In particular, this has
the consequence that structures such as rainbow maxima can be treated as unperturbed.
Trying to do so, another complication arises, namely that the rotational and the collisional
characteristic times are nearly equal for our system. As a consequence, no proper
discrimination between averaging target or static target applies. On the other hand, the
HF molecule is highly anisotropic and in this situation a double rainbow, reflecting the
scattering from the two ends of the target, may still be visible.”® Simplifying these
complications further, but expressing strong reservations herewith, we evaluate the
observed positions as rainbow angles with the simple relation 8y = 2¢/ E, which yields
values for a ‘well depth’ e (with known collision energy E). Note that the values
obtaine:: in this way should not be taken as exact values for the true well depth of the
poteniiz, for Na approaching the HF in the linear configuration. This can be seen in
the 10S approximation, where the cross-section is the (sin y) weighted average of
cross-sections, calculated for fixed orientation with a corresponding angle-independent
potential. Clearly the competition between the averaging and the actual rainbow struc-
ture eventually determines a structured envelope with positions of extrema which in
general will not be equal to these, corresponding to a collinear approach, even though
they will clearly be correlated. In summary, it seems to be a good approach to think
of these values as an average of the well depth within one or other hemisphere of the
molecule. A summary of all the observed positions of maxima is given in fig. 4, where
the reciprocal observed angles (in the CM system) are plotted versus the collision energy.
Clearly the points are seen to lie on lines through the origin, indicating that an
interpretation of these maxima as rainbow-like is acceptable. From the slope of these
lines we obtained the values of ‘well depths’ given in table 1.

Fig. 5 shows measured time-of-flight spectra at a collision energy of 286 meV for
various scattering angles. At low scattering angles the spectra are seen to exhibit two
well resolved maxima. The first (high) peaks correspond to non-reactive scattering and
the sequence of their amplitudes with increasing angle properly reflects the rainbow
scattering, discussed above. The broad late maximum is due to reactive scattering, which
vanishes for large angles. All these results and the identification as non-reactive and
reactive parts are in agreement with the nominal Newton diagram.

Compared to the total differential cross-sections discussed above and the non-reactive
part in the time-resolved cross-section the reactive part needs a more sophisticated
evaluation. We chose to simulate the laboratory distribution by forward convolution
of parametrized centre-of-mass distribution as a product of angular and energy distribu-
tions:

d’o
dwdE

The distributions of the beams, required for the forward convolution, have been obtained
by measuring the Na distribution and applying a distribution for HF, measured in
another laboratory,’ modified for our arrangement. Note that the resolution of the

(8, Efn) ~ 5 (9)P(Elw)
w
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Fig.4. Reciprocal positions of maxima observed in the differential cross-section versus the collision
energy.

reactive and non-reactive parts is good enough to achieve the best fit to the reactive
part without problems.

The best-fit results for three energies as centre-of-mass distributions are shown in
fig. 6. (A) shows the angular part, while (B) shows the distribution of internal energies.
Three results are given with each figure: the fuil line (best fit) and broken lines (variations)
are still acceptably in agreement with the experiment. One example of a best fit is shown
in fig. 5 as well for the reactive part as a full line. These results show pronounced
forward scattering in the angular part at low energies, which has a tendency to wash
out to isotropic scattering at high energies. In the energy part a comparably broad
distribution is observed, reaching from low to high values with averages of (E;,,) =0.57,
0.77 and 0.99 ¢V for the three energies given.

The polarization dependence of the cross-sections was measured twice. First a ‘total’
measurement was performed, where the degree of polarization for alignment parallel
and perpendicular to the atomic beam was determined. The result is a weak dependence,
varying substantially with the scattering angle between —2.5 and +2.5% from small to
large angles, including a structure with two zeros. This measurement leads to an
ambiguity: since the detector does not discriminate between Na and NaF the question

Table 1. Results of a simplified evaluation of observed maxima in the cross-sections to yield
averaged values of the well depth (see text) and comparison with the calculated well depth, £°

ground-state interaction p-state interaction
e,/ meV e,/ meV £,/ meV e, /meV e,;/meV £,/meV
1722 651 80 9243 337+5 500

® From ref. (16), considering a linear approach of Na to FH (from the F side).
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Fig. 5. Double differential cross-section for the scattering of Na(3S) and Na(3P) from HF as
time-of-flight spectra at a collision energy of 286 meV. 8¢y = 14.5°, 8. =34.1°.

is open whether this observed effect refers to the non-reactive or to the reactive contribu-
tion to the signal. This ambiguity can be resolved by combining time-of-flight and
polarization measurements in the manner described above. We find then that at the
rainbow angle, where the polarization dependence of the total signal is the highest, this
influence is exclusively due to the non-reactive part.

From angle- and energy-resolved measurements we have finally estimated the integral
reactive cross-section by integrating the measured data in the same way as in ref. (3).
The result of this estimate yields values between 1 and 2 A” in the energy range 0.2-1 V.
A tendency for a linear increase with increasing energy is inferred from the data, but
the large errors in this estimate preciude a firm statement on this.

Discussion

To gain further insight into the reaction, the recent quantum-chemical calculations for
the alkali-metal-hydrogen halide reactions with excited alkali-metal states'*'® provide
a solid basis. Accordingly the reaction to yield the alkali-metal halide molecule is more
or less endothermic for the ground state and exothermic in the excited state. The
interaction in the excited state leads to a substantial well in the entrance channel. If
reaction occurs, it has to proceed through a non-adiabatic transition, in which the
entrance surface for the electronically excited state is coupled to the ground-state surface
of the exit channel. The transition region is defined by some bent geometry with a more
or less pronounced conical intersection. At the same time as this transition strong
distortions of the electronic arrangement, associated with electron jumps, occur.
Some of these general statements can also be inferred directly from the experimental
findings, as we have pointed out above, discussing and interpreting our resuits. These
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Fig. 6. Centre-of-mass differential cross-sections, obtained from forward convolution and best fit
to the experimental cross-sections; (A) angular distribution, (B) distribution of internal energy.
Collision energies (a) 286, (b) 555 and (¢) 857 meV.

can be substantiated by comparison with the calculations of Sevin et al.'®, which were
performed independently of our experiments for the same system. Even though dynami-
cal calculations on this surface have not yet been performed, we can already point to
some very satisfying features of agreement.

First, we consider our non-reactive resuits and the ‘well depths’, associated with the
observed rainbow scattering. Recalling the precautions that we attach to our values,
concerning a given geometry for the interaction, we compare the experimental values
with those, given in ref. (16) for the linear configuration, especially with Na approaching
from the F side to the HF molecule (table 1). We consider this agreement to be a
satisfying confirmation of the calculation, especially since the deviations are in the
expected direction, namely that the apparent well depth in our experiment is smailer
than that in the linear configuration. (Another available calculation'®, which was
performed for the ground state, yields a value of only &,, =110 meV.) Unfortunately,
well depths for the approach from the H-side have not been reported and therefore a
comparison cannot be given.

Concerning the reactive channel, the comparison with the calculation remains more
qualitative. First, we notice an integral reactive cross section, which is smail (ca. 1 A,
i.e. much smaller than the non-reactive (gas kinetic) cross-section. This observation,
which is reasonable for a transition due to a conical intersection, confirms this qualitative
aspect. Nevertheless, a dynamic calculation is required to test this comparison quantita-
tively. Then we find, confirming the calculation, that no other exit channels other than
the electronic ground state of NaF are observed. Similarly a high internal excitation of
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the NaF product, deduced from the calculation,'® is also found in the experiment. This
finding agrees well with an early downhill”’ surface, but this assumption leads to
difficulties with the observed angular distributions. Obviously it is difficult to assess the
validity of this simplification for the actual complicated transition region and a confirma-
tion or rejection of quantitative results cannot be given at this stage.

To summarize this discussion, we hope to have shown that some of our experimental
findings agree quite well with the calculated surface of Sevin et al.'® Other findings are
predicted here which have not been reported in the calculation, but they should be
available in principle. A third class of our results cannot be compared with the very
simple means applied so far in our evaluation. They will be tested with appropriate
dynamical calculations in the near future.
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Orientational and Spin-orbital Dependence of
Interatomic Forces

Vincenzo Aquilantl,* Giorgio Liuti, Fernando Pirani and Franco Vecchiocattivi
Dipartimento di Chimica, Universita di Perugia, 06100 Perugia, Italy

The representation of weak interactions of open-shell atoms as effective
anisotropic potentials is discussed. Examples, mainly from recent molecular-
beam studies of collisions of magnetically orientated atoms in P states, prove
that the spherically averaged component of the interactions follows sys-
tematics established for closed-shell van der Waals forces. Data are being
collected to unravel similar systematic trends for the anisotropic component
of the interactions.

1. Introduction

As a preliminary to a full understanding of the role that spin-orbit and orientation
effects due to open-shell electronic clouds play in a variety of kinetic phenomena, it is
interesting to focus attention on how these eflects are manifest in interatomic forces.
Open-shell atoms exert even with closed-shell systems anisotropic interactions which
can be probed by spectroscopic or scattering techniques. Also, when a molecule is
photodissociated the polarization and orientation of the fragments is determined by the
anisotropy of the forces. Since we restrict our attention to weak forces of the van der
Waals type, it is especially from scattering experiments that the most valuable information
on these interactions has been recently obtained, in particular through the possibility
of controlling by magnetic fields the sub-levels of open-shell atoms.

In this paper, after briefly reviewing in section 2 the experimental background, we
discuss in section 3 the representation of the van der Waals interactions of open-shell
atoms as an expansion in spherical harmonics. In section 4 the spherical averages of
the interactions for several systems recently investigated are examined and shown to
follow the systematics aiready established for interactions between closed-shell systems.
In section $ trends that are emerging for the anisotropic part of the interactions are
discussed. Discussion and conclusions follow in section 6. Since some examples
considered in this paper involve ion-atom interactions, in the Appendix the previously
established systematic trends for size and strength of atom-atom forces are shown to
be extendable to systems involving ions.

2. Experimental Background

The study of weak interactions involving open-shell atoms is of great importance to
assess the role of anisotropy in determining the strength, range and shape of the
intermolecular forces involved.'’ Specifically such studies provide insight on the
influence of spin-orbit and electronic angular momenta on the long-range part of
potential-energy surfaces. These surfaces are of interest not only for all kinetic processes
where intramultiplet mixing and polarization phenomena are explicitly observed, but
also for understanding orientation and alignment effects in reactive collisions when
dominated by anisotropy at long range. Also, they can be profitably used in dealing
with several microscopic and macroscopic phenomena up to the chemically important
processes of flames, plasmas, laser systems and atmospheric chemistry.
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2 Orientational and Spin-orbital Dependence

Collision dynamics studied by molecular-beam techniques coupled with magnetic
analysis of atomic sub-levels have proved to be among the most powerful tools to obtain
quantitative information on open-shell weak intermolecular forces."* Significant results
from beam experiments involving scattering of fluorine, oxygen and nitrogen atoms by
several atoms and molecules have been obtained in this laboratory and reported exten-
sively elsewhere.'"*

Similar information has also been obtained by laser-selection of excited atom sub-
levels in full-collision® and half-collision experiments:’ the laser-polarized light can be
used to prepare the excited atom in well defined sub-states® or to quench selectively the
sub-levels of an excited metastable state.’

Finally, the spectroscopy of simple diatomic rare-gas ions can provide interesting
information about the energy and symmetry of molecular states which are a manifestation
of the anisotropy of the interaction.'®

3. Representation of Interatomic Forces

In the following the collision theory needed to obtain information on the interaction is
presented and discussed, and the connection is outlined between the asymptotic energy
levels of the separated atoms and the adiabatic molecular states.

'3.1. Collision Theory
‘The general theory needed to interpret the experiments mentioned above and to obtain

information on the interactions involved has been given'' and reviewed elsewhere.'**

In fig. 1 an intuitive picture is given of the fact that the potential for the interaction
between a closed-shell atom with a P-state atom or a diatomic molecule can be represen-
ted in both cases by formally using the same potential expansion, in Legendre poly-
nomials in these cases.

Close-coupling equations for treating collisions of a 'S, atom with another atom
having non-zero internal angular momentum L and spin S have been given by Reid
and Dalgarno,'?® who considered explicitly a P alkali-metal atom and expanded the
electrostatic interaction of the outer electron in Legendre polynomials, leading in this
case to a spherical part, V,, and to an anisotropy, V,. Later, Mies'?® considered an
equivalent approach where, however, the electrostatic interaction was represented by
the more familiar potentials Vy and V;,, where £ and I1 are A =0 and 1, respectively,
and A is the projection of L on the interatomic axis. The relationships between the two
representations of the electrostatic interactions are in this case simply

Vo=3(Vs+2V,) and Vy=3(Vi—Vp).
(a) (b)
Fig. 1. Showing that the electrostatic interaction of a closed-shell atom with a diatomic molecule
and a P-state stom can both be represented by a Legendre expansion, assuming the molecule
as a rigid rotor and describing the atom by the symmetry of its eiectronic cloud. Note that

in the latter case only two terms in the expansion need be included. (a) V(R, 8)= V(R)+
Vy(R)Py(cos 6), (b) V(R, 8) = Vo(R)+ZV(R)P,(cos 0).
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Both approaches can be generalized to any L,''“ and the relationship between expansions
has been established to be

Vo=3, (L0, AO|LOXLA, AO|LA)V,
or inversely
Vi =3,[(2A + 1 LA, AO[LA)/(2L+1)(L0, AOILO)]V,

where A =0 and 2 only for L=1 (P atoms), or 0, 2, 4 for L=2 (D atoms) and so on.
Further generalizations along these lines are possible, both representations being useful:
while the one in A is directly related to the spectroscopic conventions, the other exploits
the fact that we are actually dealing with non-spherical interactions, and is more in the
line of collision theory. A phenomenology of these representations is presented in fig. 2.

To describe both the rovibrational states of a diatom or a coilision at an energy E
sufficiently low to involve only one electronic state (typically the lowest), only the
fine-structure components of the open-shell atom need be included in a close-coupling
expansion: the multichannel Schréodinger equation at total angular momentum J can
be written in matrix notation

#w & J - o
-—I—=+U’'(R = Ei
where p is the reduced mass and the potential-energy matrix U’, which is not diagonal
{non-adiabatic representation), is the sum of three contributions depending on the
intermolecular distance R:

U’(R) = V,o(R) + V4(R) + Vo (R). )

The fine-structure components are split asymptotically by the spin-orbit interaction
of the open-shell atom, V,,; the electrostatic interaction between atoms, V., which is
relatively short-ranged, and the centrifugal term, V,,,, both describe the collision effects.
The dependence of these terms on the interatomic distance is markedly different: V,,
varies slowly at long range, V,, dies out exponentially and V,, decays as R™%

Egn (1) provides a unified description of bound and scattering states. When atoms
have spin S, which will be assumed to be conserved and coupled to L to give the atomic
angular momentum j, following an approach originally suggested within a semiclassical
context,'"! five alternative representations have been developed for eqn (1), correspond-
ing to the familiar Hund's cases for the spectroscopy of rotating diatomic molecules.
This approach provides the different coupling schemes for the angular momenta involved
in open-shell atom collisions according to the relative importance of the three terms
appearing in eqn (2).""

Specifically, when V,, is lower than both V,,, and V,,, Hund's case (e) is operative
and the good quantum numbers are the atomic angular momentum j and the nuclear
orbital angular momentum [; if V,,, is much smaller than the other two terms, Hund’s
cases (c) and (a) are possible. For case (¢), where V,, < V,,, the good quantum numbers
are j and its projection () along the internuclear axis; for the case (a), where V,,> V,,,
the good quantum numbers are the projection A of the electronic angular momentum
L on the internuclear axis and . Finally, when V,, is lower than both V,, and V,,,
Hund'’s case (b) is present if V., <V, where the good quantum numbers are K, the
total angular momentum without the spin, and A, whereas when V.. > V,,, Hund’s case
(d) operates with | and K as good quantum numbers.

Typical collision events start from case (e), which corresponds to the separated
atoms, and evolve towards the molecular cases (a) or (b) through case (c), if the
spin-orbit term is large, and through case (d) in the opposite situation. A similar picture,
with proper sequences of coupling cases, applies to the description of vibrations of
rotating molecules.
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4 Orientational and Spin-orbital Dependence
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Fig. 2. For typical electronic cloud distributions of open-shell atoms illustrated in the first column,
the qualitative behaviour of Vs and V,; interactions with closed-shell systems can be anticipated
(second column). The corresponding V, (spherical or isotropic interaction) and V, (anisotropy)
are shown in the third column. The final column shows qualitatively the effective adiabatic
interactions, where account is taken of the atomic spin-orbit splitting.
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V. Aquilanti et al. 5

For most of the open-shell atoms considered here the spin-orbit term is relatively
large, except for excited lighter alkali-metal atoms, and only Hund's cases (¢) and (a)
need be considered in describing the collision dynamics at thermal energy.''>'* Also,
significant information on the interactions is obtained only for those ranges which are
probed by the collision: in a classical picture, they occur at relatively small impact
parameters: for these conditions the V,, term is negligible compared to both V,, and V,,.

We can clarify this aspect with an example. Let us consider the collision between
halogen atom (*P;) with a closed-shell particle: when the collision occurs at large impact
parameter, the centrifugal term is dominant and the two collision partners retain their
individuality [Hund’s case (e) or separated-atom case]. When we consider impact
parameters and distances shorter, the V,,, term decreases, while V,, increases and V,,
is still larger than V,,. In this case the electrostatic interaction succeeds in orientating
j with respect the internuclear axis but maintaining the spin-orbit coupled [Hund’s case
(¢) or diatomic case]. Considering impact parameters and distances even shorter the
V,; term becomes dominant. In this case the electrostatic interaction is so strong as to
decouple the spin-orbit and orientate the electronic angular momentum L along the
internuclear axis [Hund’s case (a) or molecular case).

Therefore a scattering event (or a vibration) can be considered to take place along
adiabatic effective potential energy curves V|;n, and eqn (1) can be written in the
adiabatic representation as

a2/ d z I(1+1) ] .
[ " (ldR+P(R)) +V(R)+ 2nR l|g=Eg 3
where the centrifugal term is approximated by a diagonal centrifugal barrier correspond-
ing to an effective orbital angular momentum L

The diagonal matrix V(R), obtained by diagonalizing V., and V,, defines effective
adiabatic potential-energy curves Vg, and the matrix P(R) the non-adiabatic coupling
term between them. Explicit formulae for the P(R) matrix elements are reported
elsewhere:>* they allow modifications of the adiabatic curves due to non-adiabatic
effects to be taken into account. In most of the cases considered these effects are small.?*?

3.2. Adiabatic Moleculer States and Correlation Diagrams

For Hund’s cases (a) and (c), which are those to be considered in most cases, explicit
expressions of the effective adiabatic potential-energy curves V|, are given in the
following. They correlate with the different states of the open-shell atom, defined by
the atomic total angular momentum j and by its projection, m;, along the internuclear
axis. These curves are labelled by j and (); at large internuclear separations ) tends
to the atomic sub-level projection |m;|. For the interaction of a *P; atom with a closed-shell
particle the V|, interactions are:

Visyzsn=Vo—iVa+A
Vian= Yo+ Vi HAFIAVI+AT+iA V)2 (4)
Viiayn= Yo+ Vo +ia (A Vi+ A +ia V)"
and for a ’P, atom with a closed-shell particle they are:
Vip= Vo-1V,+4A,
Vo= Vot Va+H(A, +8,) £4(AVi+(8,-4,))"
Viao= Vot &Vi+id xi(RVi+ai+ia,vy)'"?
Viip= Vo+sVa+3(8,+8,) F XA Vi+(8,-8)))"?
Vig= Vo-iV,+4,
Vo= Vot V2 +14, F 4R Vi+ai+iA, V)2

(s)
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6 Orientational and Spin-orbital Dependence

The different sign combination before the square roots in eqn (4) and (5) is due to
the different sequence of fine-structure levels which are possible for open-shell atoms.
The sign combination has to be selected to give asymptotically the right correlation with
the related j energy values in the proper sequence. The A, terms are the evaluated
spin-~orbit constants, with the appropriate sign, in all cases taking the atomic state with
the lowest value of j as the zero energy level (see fig. 2). For example, when one
considers the interaction between an alkali-metal atom at the first excited level, *P,/, 3/,
the spin-orbit constant A is positive and the sign before the square root in V)35, is
positive, while that in V|,,5,/5 is negative. For the ground-state halogen atoms, *P;, /5,
A is negative, the } level being the lowest level here; the sign before the square root in
Vi3/21/2 is negative and that in V|;,,, positive. In the case of Hg*(’P,,,)" A, and
A, are both positive and, respectively, given by the differences between j=1 and j=0
levels and j =2 and j =0 levels. Here the square roots in V), and V)3, are taken to
be positive and those in V|, and Voo, negative. In the case of a *P-state atom where
the j levels are inverted, as in ground-state oxygen atoms, P, , o, A, and A, are negative
and the sign of the square roots are also inverted with respect to the previous case.
General features of the effective potential-energy curves are shown in fig. 2.

Obviously Hund’s cases (a), (¢) and (e) are contained in limiting cases of the above
adiabatic formulae. In fact when V; is negligible relatively to V; and A; {Hund’s case
(e)], the various interactions have the form of the V, term and they are separated only
by the spin-orbit constant. This situation occurs at large intermolecular distances. On
the other hand, if |Vof <|A;|, but not negligible, Hund’s case (c¢) is operative. Finally,
when | V;| > ]A,|, Hund’s case (a) is obtained, and the various adiabatic interactions are
described by V; and V;; potential-energy curves. The last two situations occur at
intermediate and short distances, respectively.

The known cases of V, potentials will be shown to have the features of a typical
van der Waals interaction correlating with properties of separated atoms (see next
section). The anisotropy of interaction, V,, most generally changes sign as a function
of R because it is the sum of two contributions: the anisotropy of the long-range potential
determined by the polarizability anisotropy of the open-shell atom, and the short-range
repulsive anisotropy interaction which decays exponentially with distance.'® These two
interactions have different signs and give V, (or —V,) the shape of a typical potential
with an extremum.

For those atomic ions having P or *P electronic configurations, the same previous
equations (4) and (5) correctly describe their interactions with closed-shell particles.'®
For these systems the V, term is essentially due to the ion-induced dipole interaction
(see Appendix) and the V, terms exhibit features similar to those for the neutral case.

An intermediate situation arises for the interaction of metastable rare-gas atoms with
closed-shell atoms.'” For instance the Xe* (°P,,) metastable atom interacts at long
distance as a Cs atom in the ground state because it has an excited electron in the 6s
orbital.'® At shorter distances the effect of the (5p°) ionic core becomes important'®
both for the effective V, and the anisotropic V, term. Similarly, for the interaction
between the metastable Ne*(*P,,) atom and a ground-state rare-gas atom (Ar, say)'’
the anisotropy is due mainly to the ionic core of Ne*, which is shielded at long distance
by the 3s electron, and the interaction is similar to that between Nu and Ar. However,
at short distances the ionic core strongly aflects both the V, and V, component of the
interaction, which then becomes similar to that between Ne* and Ar.

4, Size and Streagth of the Spherical Component of Interactions

A comparison among van der Waals forces for a great number of systems is presently
possible and allows us to obtain a physical picture of the effect of properties of separate
atoms on these interactions. This is plausible since van der Waals interactions occur at
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V. Aquilanti et al. 7

Table 1. Comparison between estimated and experimental potential parameters of the
isotropic component V, of the interaction in open shell-closed shell systems

estimated? experimental

system e/meV R./A e/meV R./A ref.
O(*P)-He 24 3.19 2.1 3.27 3a
O(*P)-Ne 4.1 3.28 43 3.30 3a
OCP)-Ar 8.0 3.63 18 3.60 3a
OCP)-Kr 8.7 3.78 9.3 3.75 3a
O(’P)-Xe 9.8 3.97 11.8 3.90 3a
O(’P)-H,’ 43 3.43 4.7 3.49 3b
O(CP)-CH,b 8.7 3.79 9.3 3.75 3b
F(*P)-Ar 6.9 3.57 6.8 3.50 2b
F(*P)-Kr 72 3.73 12 3.65 2b
F(P)-Xe 7.8 3.94 8.1 3.78 2b
Hg*(*P)-Ar 14.7 423 13.6 433 7

? From correlation formulae given in section 4. The values of atomic polarizabilities
are: for rare gases from ref. (21), (22); for oxygen and fluorine from ref. (21a); for
excited mercury from ref. (23). The values of molecular polarizabilities are from ref.
(24) for H, and from ref. (25) for CH,. ® Averaged over molecular orientations.

distances such that the particles still retain their individual properties. Interestingly it
has recently been shown that both the atomic and molecular ‘size’ and the long-range
attraction can be related to a single parameter such as the polarizability. Therefore
correlation formulae have been proposed between the parameters of the potential and
the polarizabilities of the interacting particles. These correlations allow reasonable
estimates of the well depth, ¢, and its location R,, for any pair considered.
Specifically, the size of the interaction between A and B, as measured by R,,, can
be given by*°
a }\’ ‘ta :,/ 3
(aacg)”
where y =0.095. When polarizabilities a, and ay are in A%, R, is in A. This formula
has been obtained through a statistical analysis over a large number of van der Waals
systems.”’ The well depth, ¢, as a measure of the strength of the interaction, is then
estimated assuming attraction as given by a —~ C,R® potential, obtaining C, again from
a, and ay according to the Slater-Kirkwood formula, and by using the proportionality
between ¢R$, and C,..»°
In table 1 a comparison between the above parameters estimated from these correla-
tions and those from the experimental V; interactions are shown for some apen-shell
systems. The satisfactory comparison confirms that the spherical interactions V, are
amenable to being interpreted as typical van der Waals interactions.

R,=1.767

S. Treads in the Anisotropic Component of Interstomic Forces

The halogen (*P) and oxygen (*P) atoms present low polarizability anisotropy®' and are
characterized by the highest electron affinity in the Periodic Table. For their interactions
the anisotropy V, potentials can be essentially attributed to the ionic contribution from
the excited ionic states.'* This contribution, which is dominant at short range, increases
as the interacting ionic and neutral states come closer. For example, for the O-rare-gas
interactions the repulsive wall of the V, term shifts towards larger distance from He to
Xe, causing an increase in the difference between the V; and V;, potentials:>® note that
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8 Orientational and Spin-orbital Dependence

the ionization potentials of rare-gas atoms decrease in the same direction. Similar results
have been obtained for the F-rare-gas systems.?**

When a comparison is made between the fluorine®® and the oxygen®® systems, it can
be observed that anisotropies decay faster in the first case because of the smalier size
of fluorine but are stronger at shorter range because of higher contributions from the
excited ionic states.

For the interaction of a rare-gas ion, A*, with a rare-gas atom, B, the anisotropy
contribution may be considered to be brought about by charge exchange to give A+B"
or, in other words, by the strong interaction between electronic states of the same species
corresponding to A*+B and A+B" of the separated system.'®'"* Charge-exchange
effects are akin to the previously considered ionic contributions in rare-gas halides and
rare-gas oxides. For example for the XeF molecule the ionic contribution originates
from the interaction between Xe+F and Xe* +F~. Naturally, charge exchange effects
increase as the difference between the ionization energy of A and that of B decreases.

To understand the effect of the anisotropy term V; on the adiabatic V);q, curves, it
is necessary to consider the sign of V, and to compare this term to V, and A,. For
instance in the case of XeF*® the highest and lowest well depths of the adiabatic curves
V,; o correlating with the F(*P)-Xe('S) are 145.4 and 6.8 meV, respectively, and their
locations are 2.31 and 3.93 A, respectively. In the case of XeO,’® these well depths are
17.3 and 9.2 meV, respectively, and the minimum distances are 3.69 and 4.00 A, respec-
tively. Moreover, the ground state in XeF has £ symmetry, while in XeO it has II
symmetry. These differences are essentially due to the different behaviour of the V,
interactions but also to the slightly different positions of the repulsive walls of the V,
interactions (see table 1).

At a distance where A, is of the order of V, the transition between Hund's case (¢)
and (a) occurs. Typical values are 3.25 A for XeF*® and 3.60 and 3.75 A for XeO.>®
Since the ground state of XeF is completely confined in Hund’s case (a) at distances
around the energy minimum, this state has a more prominent molecular character than
the lowest states of the XeO molecule.

At distances where the transition between Hund’'s cases (a) and (c¢) occurs the
elements of the P matrix [see eqn (3)] present maximum values. The explicit computa-
tions of the non-adiabatic coupling terms are reported elsewhere.”>* These terms depend
on the ratios between V, and its derivative, with respect to the intermolecular distance,
and the spin-orbit splitting constant. They are especially useful in estimating non-
adiabatic effects and are needed to compute intramultiplet mixing and orientation and
alignment cross-sections.

6. Discussion and Conclusions

The present exploratory analysis of open-shell interatomic interactions that are being
provided by molecular beams and other techniques shows the advantages of representing
such interactions by a Legendre expansion. The atomic spin orbit is then added
phenomenologicalily and effective adiabatic curves for the description of scattering and
bound states are obtained.

For the cases analysed here the spherical component of the interaction, V,, correlates
with what is presently known about the size and strength of van der Waals forces. More
is being learnt about the shape of these forces around minima, but simple correlation
formulae are still to be found and tested (see, however, where interactions of atoms
with surfaces are also considered®’).

Although van der Waals forces, and therefore also our V,(R) potentials, are still
elusive to quantum chemistry, some examples are available [HeO, ref. (28), and HeAr"
and NeAr", ref. (16)] that anisotropic components Vy(R), for which characteristics and
trends are much less known, may nevertheless be anticipated by theoretical approaches.
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Appendix

Correlation between Size and Strength of Interactions and Atomic Polarizabilities:
Extension to lon—-Atom Systems

When the interaction between an ion A" with a closed-shell particle B is considered, it
is interesting to maintain the same physical picture as in section 4 by modifying the
previous correlation formulae considering that the size and strength of intermolecular
forces are still due to a combined effect between a repulsive and an attractive contribution.
However, in this case, while the repulsion is still related to the ‘size’ of the ion and of
the neutral atom, the attraction depends asymptotically on the ion-induced dipole
interaction, —e a.,/2R‘ The following correlation formulae are proposed:
1/3

Bt a3
_1647(&"*_‘1_'1_)A

Y
B

where y’'=0.143 for all systems, and
£=636x10° =2 RS = meV.

The v’ coefﬁcxent is equal to 3/2-y, where y is the exponent for neutral-neutral
interaction?® and the factor 3/2 takes into account the ratio between exponents for the
different R dependence of the long-range attraction (R™® and R™*). The coefficients in
the above formulae are obtained using as reference the potential for system K*-Kr, for
which various experimental and theoretical determinations agree satisfactorily.”

As in section 4 for neutral-neutral interactions, the above correlation formulae can
be used to estimate potential parameters for ion-neutral interactions. In table 2 a
comparison between these estimated values and the experimental determinations are
reported for some ion-rare-gas systems. Only a few typical systems are listed. For cases
involving rare-gas open-shell ions, again the isotropic V, potential parameters are
compared with the estimated values. The comparison is satisfactory considering the
overall uncertainties involved, and it suggests that also in the open-shell ion case the
anisotropy generates a manifold of potential-energy curves bracketing the spherical
component V, which, here too, retains the meaning of a typical ion-neutral interaction
of van der Waals type.

Table 2. Comparison between estimated and experimental parameters for some ion-
rare-gas interactions’

estimated® experimental

system e/meV R,/A e/meV R./A ref.
Na*-Ar 212 2.65 190 2.69 29
Rb*-Xe 170 3.51 185 3.54 29
K*-Ar 104 3.16 127 294 29
K*-Kr* 144 324 144 3.24 29
He-Ar* 20 2.83 20 287 10¢c, 16
Ne-Ar* 39 2.85 47 295 16
He-Ne* 45 231 47 233 10b, 30

“ lons and rare-gas atoms are in thelr ground states, and for open-shell rare-gas ions
the V, interactions are considered. ® From correlation formulae given in the Appendix.
The polarizability values for the ions are obtained from ref. (31) and those for rare
gas atoms from ref. (21), (22). “ Reference system.
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M, Selectivity in Collisional Energy Transfer between
Alkali-metal Atoms

Masasaki Baba* and Hajime Katd
Department of Chemistry, Faculty of Science, Kobe University, Nada-ku, Kobe 657, Japan

Na atoms in the magnetic ﬁe\d have been selectively excited to each Zeeman
sub-level of either the 3p P, /2 or 3p 2Py, state by a tunable dye laser and
the Zeeman spectra of the fluorescence from the collisionally populated
3p 2P levels have been measured. From the intensities of the Zeeman lines,
the selectivity in the collisional transitions between the Zeeman sub-levels
of the 3p?P,,, and 3p2P,,, states has been directly specified. The time
evohmon of the o-polarized fluorescence intensity of the
Na(3p? P, 2= 3s Sl s2) transition has been measured following the
Na(3p P,,, «= 35 %S, ,,) excitation by a o--polanzed short light pulse at
H =129 G. An amplitude modulation was found in the fluorescence from
the collisionally energy transferred state Na(3p *P,;,). This is the first
observation of guantum beats in collision-induced fluorescence. The
frequency of the modulation coincides very well thh that of the quantum
beats of the resonance fluorescence Na(3p *Py,, — 3s ’s, s2), but the phases
are opposite. These results are explained by assuming the conservation of
the coherence during the collisional energy transfer.

When alkali-metal vapour is irradiated with either the ’P,,,-S,,, D, line or the
’p, /228, s2 D, line, the fluorescence of both D lines are observed. The fluorescence,
which is different from the exciting light, is caused by inelastic collisions between the
excited alkali-metal atoms and the ground-state atoms. A number of studies on colhs:ons
in alkali-metal vapours and alkali-metal vapour-inert-gas mixtures have been reported. '
With the advent of lasers it became possible to determine the accurate potential-energy
curves of many excited states of alkali-metal diatomic molecules.*® Ab initioc molecular-
orbital calculations of all excited states of Na, and NaK molecules, which decompose,
respectwely, into Na(3p’P)+Na(3s3S) and Na(3p’P)+K(4s2S), have been
reported.”'* Hence, reasonably accurate potential-energy curves, which are necessary
for studying the collisional energy transfer between alkali-metal atoms, are now available.
We shall study the processes

Na(3p ’Py;;)+A « Na(3p’P,,5)+A 1)

where A is an alkali-metal atom in the ground state. The energy dlﬁerence between the
sodium D, line at 16973.379 cm ™' and the D, line at 16 956.183 cm ™' is interconverted
by the kinetic energy of relative motion. This collisional energy transfer can occur
because the energy difference, 17.196 cm ™', is small compared with the average kinetic
energy 3kg T/2. The cross- sections of energy transfer in collisions between alkali-metal
atoms of the same species were observed to be larger than those between dissimilar
alkali-metal atoms.'*"'® Theoretical studies of the excntatlon transfer due to collisions
between alkali-metal atoms have been reported.'”'®* The discrepancy between the
experimental cross-section and the theoretical value was considerably large, and further
experiments were desirable.
The present study is concerned with an orientation-dependent process:

Na(3p ’Pj,. )+ A & Na(3p 2sz.mz J+A )
1

—
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2 M; Selectivity in Collisional Energy Transfer

where j and m are the quantum numbers of, respectively, the total internal angular
momentum and its projection along the space-fixed z axis. By applying a strong magnetic
field, one can excite a selected Zeeman sublevel. The m dependence and the depolariz-
ation induced in collision with inert gases have been studied extensively.'*** In the
present investigation, the Na atoms in the magnetic field were excited to a selected
Zeeman sub-level of either the 3p 2P, or the 3p 2Py, state by a tunable dye laser. We
measured the Zeeman spectra of the fluorescence from the collisionally populated 3p *P
levels. From the intensities of the Zeeman lines, we could directly specify the selectivity
in collisional transitions between Zeeman sub-levels of the 3p ’P,,, and the 3p P/,
states. Further, we found Zeeman quantum beats in the collision-induced fluorescence
Na(3p *P,, — 35 ’S,,2) as well as the resonance fluorescence Na(3p *P;,, — 3s%S,,,).
These two patterns are very similar, which indicates that the coherence is conserved in
the collisional energy-transfer proce.s. These results will be reported and discussed in
this article.

Experimental

A rectangular cell (10x10x30 mm) made of Pyrex with a side-arm reservoir was
simultaneously baked at 800 K and evacuated at lower than 1x10™® Torrt for several
hours. Sodium metal or a sodium-potassium mixture was sealed in vacuo at a residual
pressure lower than 1x 107° Torr. The cell was surrounded by an oven and was placed
in the centre of an electromagnet. In order to eliminate the effect of radiation trapping,
the laser beam was collimated by a slit (0.2 mm) and passed close to the cell window.
The vapour pressure was kept as low as possible within the sensitivity of our fluorescence
detector. The temperature of the cell was maintained ca. 10 K above the temperature
of the reservoir in order to prevent condensation on the cell window.

The experimental set-up to measure the Zeeman spectrum is as follows: the elec-
tromagnet had conical pole pieces tapered to 50 mm diameter. A maximum field of
20 kG could be cbtained at a separation of 30 mm. The direction of the external magnetic
field coincides with the laboratory-fixed Z-axis. A plane-polarized laser beam was
propagated along the X axis with its electric vector E pointing along either the Z axis
or Y axis, which was chosen to excite selectively either the = or o component. A
fluorescence detector was placed along the Y axis. The intensity, I,,, of the light polarized
along the Z axis and the intensity I, of the light polarized along the X axis were
observed separately through the polarization analyser followed by a polarization scram-
bler. A single component of the Zeeman levels was selectively excited by a single-mode
dye laser (Coherent 699-29, linewidth 500 kHz) with an output power of 300 mW. The
atomic fluorescence spectra were measured by a monochromator (Spex Model 1269)
and a photon-counting detector with a cooled photomultiplier (RCA C31034). In order
to observe well resolved Zeeman lines, the entrance and exit slits of the monochromator
were fixed to 2 um (spectral slit width of 0.2cm™") and the magnetic field of 14.8 kG
was applied.

The quantum beats were measured by the following set-up. The direction of magnetic
field of a Helmholtz coil coincides with the Z axis. A plane-polarized laser beam was
propagated along the Z axis with its electric vector E pointing along the X axis. The
time-resolved fluorescence intensity polarized along the X axis was observed in the Y
direction through the polarization analyser followed by a polarization scrambler. The
laser used as an excitation source was a synchronously pumped cavity-dumped dye
laser (Spectra Physics 375 and 344S) which was excited by a mode-locked YAG laser
(Coherent Antares 76-s). The pulse duration was 10 ps (f.w.h.m.) and the linewidth was
ca. 6cm™". The fluorescence decay curves were obtained with a time-to-amplitude

t 1 Torr = 101 325/760 Pa.
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M. Baba and H. Katé 3

converter and a multichannel pulse-height analyser. A microchannel plate photomulti-
plier (Hamamatsu R1564U-01) was used, and the instrumental response was 60 ps. The
time-resolved fluorescence intensity at a selected wavenumber was measured through a
monochromator (Nikon P250).

Results and Discussion

The Zeeman splittings of the *P;,, °P, , and *S,,, levels are shown schematically in fig.
1 (top). The relative strengths for observation perpendicular to the magnetic field are
indicated by the lengths of the lines in fig. 1 (bottom), using full lines for perpendicular
(o) components (Am = £1) and broken lines for parallel () components (Am =0) as
given by Condon and Shortley.?® When the Na(3p ’P,,,) atoms are equally populated
over the magnetic sublevels, the intensities of the transitions

Na(3p 2P:~/2.|/2 = 3s 231/2.—1/2), Na(3p 2P3/2,3/2 — 35 251/2,:/2),
Na(3p*Py/2-32 = 35Sy/5-12) and Na(p?Py,._2 = 35%S,,5.,2)

will be in the ratio of 1:3:3:1 for the o polarization. When the Na(3p °P,,;) atoms
are equally distributed over magnetic sub-levels, the intensities of the transitions
Na(3p 2P|/2'|/2—’ 3s zs‘/zv_”z) and Na(3p 2P|/2._|/2—’ 3s 251/2_‘/2) will be in the ratio of
1:1 for the o polarization.

At the applied magnetic field of 14.8 kG, the Zeeman splittings of the Na(3p °Ps,,)
and the Na(3p P,,,) levels are 2.76 and 1.84 cm ™', respectively. These values are an

m;

312
zpl/: e
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-312

AN R
-112

112

12

2 ,\ L A .172

$in

[}
[}
'
' '
’ )
] ::

Fig. 1. Zeeman splittings of the 2Py,,, 2P, /,, and S, , levels, and the allowed traasitions [(——)
polarized perpendicular (o) and (- - -) polarized parallel (7) to the magnetic field]). The bottom
part shows the relative transition probabilities by the lengths of the lines.
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4 M; Selectivity in Collisional Energy Transfer

order of magnitude smaller than the fine-structure splitting of 17.196 cm™'. Hence, the
mixing of the Na(3p ’P;,,) and Na(3p ’P,,,) levels by the Zeeman interaction may be
neglected. The hyperfine splittings of the m; =3 level of Na(3p ’P;/,) and the m; =}
level of Na(3s’S,,,) are, respectively, 0.004 and 0.042 cm™', which are much smaller
than the Zeeman splitting. Hence, the effect of the hyperfine interaction may be neglected
in the present study of the collisional-energy transfer. The applied magnetic field of
14.8 kG is sufficient to produce a complete Paschen-Back effect of the hyperfine structure,
and the nuclear spin angular momentum I and the total electronic angular momentum
J are decoupled.

The observed Zeeman spectra of fluorescence from the collisionally populated
Na(3p ’P,,,) level following the selective excitation to each magnetic sub-level of
Na(3p 2P;,,,) are shown in fig. 2 for Na vapour. The temperature of the reservoir was
kept at 450 K, and the vapour pressure of Na atoms was 4 x 10~° Torr.”’ The radiative
lifetimes of the Na(3p °P;;,) and Na(3p’P,,,) states are reported to be 16.3 ns.®?
Hence, the effect of multiple collisions can be neglected. The intensity ratio of the
transitions  Na(3p *Py/51,2— 35 °Sy/2-1,2) and Na(3p2P,,;_1,2— 35°S,,2./2) gives
directly the ratio of the collisional transitions,

Na(3p zl:'s/z‘m )+ Na(3s 2Sl/z) — Na(3p 2P1/2,1/2 )+ Na(3s 2Sl/z) (3)
and
Na(3p 2l.’3/2,»' )+ Na(3s 2Sl/z) — Na(3p 2P|/2.—1/2 )+ Na(3s 251/2) (4)

fluorescence from

excited to
|.3. 3 '\ ' \
22

14057 19955
wavenumber/cm ™'

Fig. 2. Observed Zeeman spectra of the fluorescence, polarized perpendicular to the magnetic
field (o), from the collisionally populated levels Na(3p 2P, s2.m) following a selective excitation
to each magnetic sub-level of Na(3p ’P,,z,,,, ). The sample cell contains 4 x 10~° Torr of Na atoms
at 450 K.
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because the probabllltles of the radiative transitions Na(3p ’p, s2172—> 38 281/2.-172) and
Na(3p ?Py/a.-1/2—* 3s %S, s2172) are the same. We express the transition probablhty of
the process expressed b cqn (2) as Pnaa(j1,ml—j2,m2). The ratio of
PuanaG,m— 1, 2) Prana(3, m— 1 =) for the selective excitation to each magnetlc
sub-level Na(3p P,,z_,.,) is listed in table 1, which shows that the ratio increases in the

order m =3, 3, —1 and ~3. The Zeeman spectra of the fluorescence from the collisionatly
populated Na(3p Py)5) level following the selective excitation to each magnetlc sub-level
of Na(3p *P,,,) are shownin ﬁg 3 for Na vapour. The ratios of the transition probabtlmes
Prana(z, m— 3 ;) Puana(3, m— ;, P Puan a(z, m— 3 —‘) Py Na(z, m —’ i)

for m=1 and -} are listed in table

The probabxllty mcreases in

the order PNa-Na(Zam—”z’z); PNa-Na(Z,m—’Zaz)o PNa-Na(za'”—’i, 3) and
PN,_NQ(Z, m— 3, -3) for m=3, and in the opposite order for m = —}. The transition
energies decrease as the transition probabilities increase for m =1, but the transition

energies increase as the transition probabilities increase for m =

—3. Hence, the energy

difference seems to be unimportant in determining the transition probability. Similar
experiments were performed for the Na+K system. The temperature of the reservoir
was kel:sn at 450K and the vapour pressure of Na atoms and K'atoms were, respectively,

4x10
listed in table 1.

and 2x 107 Torr.”” The results are similar to the Na+ Na system, and they are

The quantum-mechanical theories of fine-structure transition have been described
and been applled to calculate the cross-sections for fine-structure transitions in collisions

of Na with inert-gas atoms.>*’

Table 1. Th

€
3
PNn-A(%om—’§9§

The total cross-section for che j, m; — j, m, transition

observed ratios PN__A(z,m—»i,z) P.. A(f,m_’z, - and
): PracaG.m—3,3): Py aG.m—3,—3): Py, @, m—3,—3) and the total

cross-sections o(j, m,; j,m,) expressed by Grawert constants

3
PNI-NB(%IM-’%’%):PNI-NI(:’M g ilvq_g) PNa-K(%vm - %,21)5 PNn-K(Zlom hnd %: —'2!)

m
3 0.71: 1 0.76:1
i 0.88:1 091:1
-4 1.22:1 1.16: 1
-3 1.78 : 1 1.59:1

A m PuaG.m—=33):Pual.m— 3 :Ppal.m =33 :PuaG,m—33)

Na § 0.60 : 0.84 0.93 : 1.00
-4 1.00 : 0.95 0.89 : 0.68
K | 0.61 : 0.81 0.92 : 1.00
-1 1.00 : 0.98 0.95 : 0.75
m a3, m 1,1 o3, m i, -
3 . 3B(1)/4+ B(2)/4 B(2)
i B(1)/2+ B(2)/2 B(1)/4+3B(2)/4
—3 B(1)/4+3B(2)/4 B(1)/2+ B(2)/2
- B(2) 3B(1)/4+ B(2)/4
where B(1)=B(34: 1) and B(2) = B(3};2)
m ad,mi,}) o, mi,1) o}, m3, -1 o, m3,-3)
3A(1)/4+ A2)/4  A(1)/2+AQ2)/2  A(1)/4+3A(2)/4 AQ2)

A(2) A(1)/4+3A(2)/4
where A(D) = B(3}; 1) and A(2)=B(}};2)

AQ1)/2+A(2)/2  3A(1)/4+AQ2)/4

|
|
i
i
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fluorescence from

B2 YR &
1$3)

124

1.1
12
16974 16972
wavenumber/cm ™!

Fig. 3. Observed Zeeman spectra of the fluorescence, polarized perpendicular to the magnetic

field (o), from the collisionally populated levels Na(3p *P;,, ., } following a selective excitation

to each magnetic sub-level of Na(3p %P, s2.m). The sample cell contains 4 x 107° Torr of Na atoms
at 450 K.

is given by
o(jymy; jamz) =X {jijamy — my| gm, — m2>2B(jlfz; g) (5)
g

where (j,j,m, — my| gm,— m,) is the Clebsch-Gordan coefficient. The dynamical para-
meters B(j,j,; g) are specified by a close-coupled partial-wave calculation,**** and we
shall call these the Grawert constants. The coefficients are derived by considering the
conservation of the angular momentum. For j, =3} and j, =1, the total cross-sections
are expressed by two Grawert constants B(3 3: 1) and B(} ; 2) (table 1). The observed
results suggest that the value of B(j,j,; 2) is larger than B(j,j.; 1). The magnitude of
B(jij:; g) depends on the interaction potentials, and further theoretical calculations of
B(j,j2; 8) based on accurate potential-energy curves are desired.

When atomic or molecular states are coherently excited by an optical pulse, the
emitted light may exhibit the spontaneous decay and an amplitude modulation called
quantum beats at the frequency of the energy separation between the excited states.***
We have observed hyperfine quantum beats and Zeeman quantum beats in the light
emitted from the Na(3p P;,, ) level after excitation by a short laser pulse.*® The quantum
beats observed at the external magnetic field of 129 G are shown in fig. 4.

The Na(3p °P,/;) and Na(3s’S,,,) levels are split by the Zeeman and hyperfine
interactions. The Hamiltonian responsible for the hyperfine and Zeeman interactions
is given by

H'=A]I-j+B,[3(I- j+ ) j- I(I +1)j(j+1))/21(2I -1)j(2j 1)
+guef - H-gippl-H 6)

where A, is the magnetic hyperfine structure constant, B, is the electric quadrupole
interaction constant, and the third and fourth terms represent, respectively, the interac-
tions of the electronic and nuclear-magnetic moments with the external magnetic field.
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Fig. 4. Observed fluorescence intensities as a function of time following the excitation

Na(3p P/, « 35 2S,,,) by a o-polarized short hght pulse in the presence of the external magnetic

field, H=129G. (a) Fluorescence of the Na(3p P,,z—> 3s %S, ,2) transition with o polarization.

(b) Fluorescence of the Na(3p P,,;—* 3s7S,,,) transition with o polarization. The upper trace

is the modulated part, which is obtained by subtracting the unmodulated part and the amplitude
is expanded.

g and g, are, respectively, the gyromagnetic ratios of the electron and nucleus, while
up is the Bohr magneton. The values of A;, B;, g; and g, are reported, respectively, to
be 18.65 MHz, 2.82 MHz, 1.3344, and —0. 0008 for Na(3p °P;,;), and 885.82 MHz, ca.
0 MHz, 2.0023, and —0.0008 for Na(3s %S, ,,).**' The energy levels at H =129 G and
the transition moments between these levels have been calculated, and the results are
shown schematically in fig. 5. The pattern of the beats in fig. 4(a) was explained very
well by a theoretical calculation.** The main pattern of the beats was explained as the
overlap of two types of beats, which exhibit intensity modulatlons at frequencles
corresponding to the energy separations between the levels of m; =3 and —3, and m; =
and -

The time evolutlon of the o-polarized fluorescence mtensnty of the
Na(3p 2P,,, — 35 %S,,,) transition following the excitation Na(3p 2 Py, +357S,,,) by a
o-polarized short light pulse at H=129G is shown in fig. 4(b). This shows a rise,
which corresponds to the production of the Na(3p ’P,,,) atoms induced by collisions
of the Na(3p *P;,,) atoms with the Na(3s S, ,+2) atoms, and a decay, which occurs either
radiatively or non-radiatively. It is very interesting to find an amplltude modulation in
the fluorescence from the collisionally energy-transferred state Na(3p *P,,;). In order
to enhance the modulated part, we have subtracted the unmodulated part by simulating
the fluorescence rise and decay by least-squares fitting, and the modulated part is shown
in the upper trace of fig. 4(b). That is, to our knowledge, the first observation of quantum
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H=0 H =1296
mj
32 r 400
F
2 s 1/2 o
2 P —= 0=
0 -1/2
"32 =g -400
1000
\ 2— 12 2
Si2 0 =
y ——/2 -1000

Fig. 5. Zeeman and hyperfine structure of the Na(3p 2P,,, ) and Na(3s °S,,, ) levels at the magnetic
field H =129 G. The allowed transitions of o polarization are shown; thick lines are of pre-
dominant transition probabilities, and thin lines are of minor transition probabilities.

beats in collision-induced fluorescence. The frequency of the modulatnon comcndes very
well with that of the quantum beats of the resonance fluorescence Na(3p *Py,, — 35 °S,,),

but the phases are 1ppos-'e
When the Na(3s °S,,, ,,,) atoms are coherently excited by a o- polanzed optical pulse
of the Na D, line, the quantum beats of the resonance fluorescence are given by

<ZS%%|#X |2 2%)2( 28%%];;,,‘ |zl‘% -2
xcos(53/2_3(2—53,2'_,,2)t/h exp (-I'r) N

where (jm|ux |j'm’) is the transition-moment of the jm-j'm’ transition and uy is the
electric dipole moment along the X axis, E,,, is the energy of the Jjm level, and T is the
decay rate of the excited state. If we assume that the coherence is conserved dunng
the collisional energy transfer following the coherent excitation of the Na(3s S, s2./2)
atoms by a o-polarized opncal pulse of the Na D, line, then the intensity modulation
of the fluorescence Na(3p 2P,,, — 35 ’S,,,) is given by

(CSiilux PP CSHlux [P} -5
x P33 — PG -1 — ) CPiilux|’88 -9°
+(Stilux PPEDCSiux I’P} -
xPG3} = 1 -DPG ~§ — 3 -DCPE —dlux ’S1°)
%08 (Es/33/2= E32,-1/2)t/ B exp (-T1). (8)

The frequency of the intensity modulation given by egn (7) coincides with that of eqn
(8). The coefficient of cos ( Ey/33/2— Eyj2.~1/2)t/H in eqn (7) is positive, but the corre-
sponding coeflicient in eqn (8) is negative, as can be seen easily. Hence, the phases of
the intensity modulations expressed by eqn (7) and (8) are opposite. This character
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holds also in the case of the coherent excitation of the Na(3p ’S, /2.-172) atoms. These
results are in good agreement with the observed results. Therefore, the present experi-
mental results give direct evidence of the conservation of coherence during the collisional
energy transfer.

We thank the Ministry of Education, Science and Culture of Japan for Grant-in-aids
for scientific research. We also thank Dr Naoto Tamai for the measurement of the
quantum beats. .
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Determination of Molecular Orientation and Alignment from
Polarized Laser Photofragmentation Measurements
Orientated CH;1 Molecular Beams

Richard B. Bernstein® and Seung E. Choit

Department of Chemistry and Biochemistry, University of California, Los Angeles,
California 90024, U.S.A.

Steven Stolte
Fysisch Laboratorium, Katholieke Universiteit, 6525 ED Nijmegen, The Netherlands

It is important to determine the degree of orientation and alignment of a
given ensemble of molecules, whether they be reagents (prepared via
hexapole focusing or laser excitation), or products from crossed-beam reac-
tions or scattering from surfaces. In general, the orientationa! probability
density function P(cos 8), ie. the spatial distribution function of the
molecular framework, can be expressed as a Legendre expansion in
cos 0(=p), where the angle 6 is defined with respect to the axis of a reference
electric field. The first moment of P(p), ie. (P,(p))= Py, is the average
orientation, while the second moment, P,, is the average alignment. Unfortu-
nately, because of hyperfine coupling effects (dependent upon the electric
1 field strength and upon the time-dependence of the passage of the orientated

’ molecules from strong to weak fieid, e.g. from the hexapole through guiding

and orientation fields), it is not always possible to ascertain the actual P(p).

The present paper provides the methodology for inversion of experimental
| ; measurements of the asymmetry parameters, k¢, x,, from the polarized
laser-induce. ~ ‘~fragmentation of oriented symmetric-top molecules, to
yield the first few Legendre moments of P(p) and thus characterize a given
ensemble of molecules in terms of its orientation and alignment. As an
example, this method is applied to available experimental measurements on
CH;l in weak electric fields, for which computations dealing with certain
limiting (adiabatic, sudden) hyperfine coupling cases have been carried out.

1. Introduction

A central issue in chemical reaction dynamics,’ and especielly in dynamical
stereochemistry,’ is the influence of the mutual orientation and alignment of the reagents
upon their reactivity. Since the introduction of the electrostatic hexapole technique for 2
the preparation of orientated molecule beams,’* there have been a number of studies
of the so-called reactive asymmetry effect in elementary bimolecular reactions using
beams of (partially) orientated reagent molecules.>” There have also been reports of
the orientation dependence of photoionization,® of molecule-surfzce scattering® and the
orientation of molecules desorbed from a surface. '’

In all experiments with orientated molecules in the gas phase, an important question
is the actual extent or degree of orientation of the molecular framework of the molecules
under investigation. In many cases, although there is little doubt about the direction
of the orientation (‘heads’ vs. ‘tails’), there is considerable uncertainty about the shape,

g oo e p

P> % YRR VI

t Present address: James Franck Institute, University of Chicago, Chicago, IL 60637, U.S.A.

i
2

1

T e e e e e o s E - - - St

——— A e L.



2 Determination of Orientation and Alignment

or even the breadth, of the orientational distribution function P(cos 6), where 0 is the
angle between the molecular dipole axis and the electric field .

For the simple case of symmetric-top molecules, the theory of hexapole focusing
and state-selection via the first-order Stark effect is well developed.*!' Experiments
with near-ideal hexapole lenses'’ confirmed key elements of the focusing theory for
methyl halides and related molecules. For the prolate tops, single | JKM;) states can
be resolved, while for oblate tops'?’ and ‘pseudo-symmetric’ tops (such as t-butyl
halides)'® unstructured focusing curves of near-theoretical shape with proper threshold
voltages are obtained.

For proper analysis of the reactive asymmetry experiments, one requires a knowledge
of the overall orientational distribution function of the ensemble of states of the focused
beam molecules entering the reaction zone. One can characterize this distribution in
terms of its so-called Legendre moments,' i.e. (P,(cos 6))= P, =(cos ), the average
orientation, (P;(cos 8))= P,=3(cos’ 8)—1, the average alignment of the ensemble etc.

. Until recently, it was necessary to use theoretical orientational distributions since
there was no experimental way to measure them. (In exceptional cases, one can employ
the observed electric-field dependence of the steric effect itself to check the calculated
degree of orientation, as for oriented N, 0’ and NO'"). In many cases, such theoretical
distributions are expected to be inaccurate, since they are calculated in the strong-field
(spin-decoupled) limit in which the | JKM, ) representation is appropriate. Nuclear spin
effects (hyperfine coupling) lead to a partial loss of spatial orientation”'® and
alignment.">"” In particular, | JKM, )-selected molecules, after passing out of the strong-
field region (e.g. E=10kVcem™') and entering the relatively weak ‘orientation field’
(e.g. E =50V cm™"), used to preserve the quantization axis in the reaction zone, undergo
recoupling of the nuclear spin(s), (|IM,)) with the rotational angular momentum
(|JKM,)) to form a superposition of the hyperfine states (|FM)) with a lower degree
of orientation and alignment. An extensive theoretical treatment'® of this ‘weak-field’
problem has provided expressions for the crientation probability distributions P(cos 8)
for all the methyl halides in the zero-field limit, but an analytical description of the
electric-field E-dependence is not yet available. The treatment also has been carried
out in both the adiabatic and sudden approximation, with distinguishable results. Fig.
1 shows some typical results,'® to be discussed in section 3.

Experiments to demonstrate the E dependence have been carried out'® for the
‘worst-case’ molecule, CH,1 (for which the nuclear spin of the halogen is 3 and the
nuclear quadrupole coupling constant eqQ = 1940 MHz), revealing the extreme field
dependence: for low J states at low fields, the spatial disorientation effect of the
spin-recoupling process is severe. Thus, as is well-known,*”"'* one cannot simply assume
a theoretical knowledge of the shape of P(cos 8), or its first moment {(cos 8)= P,, in
view of the hyperfine eflect. Even the influence of the details of the passage from strong
to weak field upon the asymptotic, weak-field distribution P(cos 6) rnust be taken into
account. An objective measurement of the orientational distribution of an arbitrary
ensemblie of (partiaily) oriented molecules is therefore desirable, ali the more so in the
absence of detailed information on the method of preparation of the ensemble.

Gandhi et al.'® have provided such an experimental method (albeit with certain
limits of applicability) that makes use of polarized laser-induced photofragmentation
of the ensemble of (oriented) molecules. The molecules are photodissociated within an
orientation field, ie. a vertical d.c. electric field & with the polarization of the laser
vertical (or horizontal). In its simplest form, the experiment consists of a measurement
of the photofragment signals S* and §~ in the +z (‘up’) and —z (‘down’) directions.
Normally & is directed upward, ie. from ~z to +z. The measured £z asymmetry in
the signal is an indicator of the degree of orientation of the ‘parent’ molecules prior to
photodissociation. Provided that the optical transition is parallel in nature and the
dissociation ‘prompt' (r<1ps), as for CH,I at ca. 280nm,” the analysis is
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Fig. 1. Theoretical orientation probability density functions P(p) and photofragment angular

distributions I( p) for CH;1 in the strong-field limit [ref. (23)] (a) and weak-field limit [ref. (16))]

(b), the latter in the adiabatic approximation, all referring to the parent state [JKM, ) =[222).

(- - -) Normalized P(p); (——) Sy(p); (—-—) S.(p). (All ordinates designated I; S curves
not normalized.)

straightforward.'®?' Given the functional form of P(cos 8) characterizing the ensemble
of molecules, one can calculate directly from P(cos 8) the experimental ratio x =
S7/8* (0= x =1) for the normal experimental polarities. Comparison of experimental
x values for several different | JKM, ) parent states obtained with vertical laser polariz-
ation under weak-field conditions showed fair agreement' with the calculated'®
(‘sudden-limit’) values, but the conclusion was limited by the accuracy of the «
measurements. Measurement of x with horizontal laser polarization gives some
independent information of the degree of orientation of the ensemble.®?' Fig. 2
shows some typical experimental results,' to be discussed in more detail in section 5.
In the Appendix, methods are suggested to obtain even more information from
measurements as a function of laser polarization angle.

The goal of the present work is to develop useful relations to make it possible to
determine the molecular orientation and alignment from such polarized laser photofrag-
mentation measurements. It will be seen that such measurements of « for both parallel
and perpendicular polarizations can be used to evaluate the first two Legendre moments,
P, and P, of the orientational distribution, and in certain cases, lead to an estimate of

P;. The method is tested with several computer-simulated and experimentai data sets.
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4 Determination of Orientation and Alignment

(a)
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o
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Fig. 2. Sample of experimental TOF distributions of the I(?P,,,) fragment from the polarized

laser-photofragmentation of CH, I (parent state | JKM, ) =|222)), using vertical (||} and horizontal

(L) laser polarizations as indicated, all in a weak fieldd (ca. 30 Vecm ™). (a) Orientated beam

molecules; (b) ‘unorientated’ (but state-selected) beam molecules, same beam as in (a), but with

orientation field set at zero to randomize M,. Original data from ref. (21) (fig. 3), but smoothed

and re-plotted (with a small shift in position of vertical *dividing line’ between the hemispheres).
See text (section 5) for re-analysis of results.

2. Methodology

To avoid extensive duplication, we make use of much of the notation and assumptions
of ref. (14) and (22), which dealt with the Rb+ CH;, I reaction, and the treatment of the
theory of oriented symmetric-top molecules (in the strong-field limit) and their photofrag-
mentation asymmetry.”> We also assume familiarity with many of the relevant references
to photofragmentation dynamics with emphasis on CH;1.>**? For simplicity, we shall
assume that the B parameter of the photofragment angular distribution I(8)cc
1+ B8P,(cos 8) is 2; i.e. a pure parallel transition with prompt dissociation. (The more
general results for —1< 8=<2 are presented in the appendix.)

The observable « values (for || and L laser polarizations) are given in terms of the
photofragment intensities (the ‘signals’ $7) in each hemisphere. Thus

(1] !
xu=Si/SI=I_| P(p)pzdp/L P(p)p*dp (1a)

0 1
KL=SI/SI=J. P(p)&(l-—p’)dp/L P(p(1-p*)dp  (1B)

where P(p) is the orientational probability density function (p.d.f.) of the oriented
(selected) molecules, e.g. from parent states JKM,. Here, pmcos 6 and [, P(p)dp=1
as usual;?*** 12 p> -1,

— it las
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Expanding P(p) in a Legendre series,
N
P(p)= T C,P.(p) (2)

where P, (p) is the nth Legendre function and N =2J. The coefficients C, are closely
related'*?* to the Legendre moments of the p.d.f.:

2n +l n+1 -
Cn (P (P))— 2 ne (3)
We rewrite eqn (2) in terms of the Legendre moments:
2n+ l
P(p)= Zo( 5 )P (p). (4)

Thus, Sy, S| , 51, ST and «y, , can be expressed in terms of simple series as follows.
Write expressions for the signals in each hemxsphere, Sy or §7, in terms of hemisphere
expansion coefficients, designated sy, s7. Thus,

F N * D
Sy = >;0 Sin Pa (5a)
N -
S§i=X si.P, ' (5b)
n=0
where
_ % (2n+1 ' on+1
Suﬁj ( 3 )szn(p)dp; S'T"=,[( 3 )szn(p)dp (5¢)
-1 0
and

t
SIn=J (Z"H)(l— 2)P,(p) dp; SI..=J (2n+1,4)(1-p*)P,(p) dp. (5d)
-1 0

These hemisphere expansion coefficients can be readily evaluated by (analytical) integra-
tion using known Legendre expressions P, (x).

Employmg an expansnon for the Legendre function P, (p}) adapted from eqn (2.5.13)
of Edmonds,” and carrying out the appropriate hemispheric mtegratlons (p from —1
to 0 and from 0 to +1, as required), one obtains the desired expansion coefficients sy,
and s7, explicitly, in terms of simple series. For odd n, we find:

. _;HW( (=)™ 2n~2m)12n+1) ) 6a)
S = e 2" Tmi(n=m)l(n—2m)!(n+3-2m) a
. (=)"(2n-2m)!(2n+1)

Sin=%F ,.Eo (2”*'m!(n—m)!(n—2m)!(n+3-2m)(n+l-2m))' (65)

(Thus, for odd n, sy, =—s;, and s1,=~-57,). .

For even n, the upper limit of the summations in eqn (6) is n/2, and all s, coefficients
are zero beyond n=2. Explicit s, coefficients for odd and even n are listed in table 1,
for0sn<6.

Truncatm; the series at n=3 yields the following explicit expressions for the
hemispheric signals:

Sy =iFiP +iPF§ P, (7a)
SI=3F%P -~} P P, (7b)

LATEL W SEY Y S
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6 Determination of Orientation and Alignment

Table 1. Hemispheric expansion coefficients s,”

n 65y, 65in 657, 657,
0 1 1 1 1
1 -3 H -1 3
2 2 2 -1 -1
3 4 ; : -
4 0 0 0 0
5 o -& -1 ®
6 0 0 0 0

¢ Expansion coefficients, eqn (5), for signal in the indicated hemi-
sphere (—z, +2) for || and L polarization of laser (see text). Thus:

S =X sy Pixy=8y/S; and ST=YsI,P,;x,=S/S}.

Note that
(Sy+281)+(S)+28T)=1. (8)
Utilizing eqn (7), we obtain the so-called ‘three-moment’ approximation(s) for «, «, :
ky=(1-3P,+2P,—-{ P,)/(1+§ P, +2P,+} P;) (9a)
x,=(1-3P,— P,+iP;)/(1+3P,- P, P,). (9b)

Also utilizing eqn (7), we obtain a simple relation that yields the alignment P, directly.
We define R as the ratio of the total signal (both hemispheres) || vs. L:

R=(S;+S87)/(S{+S7). (10)
Using eqn (7), we find that .
R=(1+2P,)/(1-Py). (11a)
Thus
P,=(R-1)/(R+2) (11b)

independent of «;, x,. Combining eqn (9) and (10), we obtain explicit equations for
Py, P, and P, from the observables «;, x, and R. [P, from eqn (11b).]

5 _16( R 1-x L(l—xl)]
P 15(R+2)[(l+xu)+2R 1+x, (12a)
= 24( R 1-x _g(l—xl)]
P"ss(mz)[(wn,) R\1+«, /[ (126)

[Note that R/(R+2)=141+2P,), from eqn (11).]
Next, we consider a few special cases, approximations to the above treatment.
(1) P,=P;=0and R=1,s0

1-x5 (l—x*)
1+x) 2 1+x, -(13)
and
5 _4(1-x =§(l—x;)
P 9(l+x|) 9\1+x, (14)
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Eqn (14) is termed the ‘one-moment approximation.’ _
_ (2) P;=0and R#1. Assume no measurement of R, so the evaluations of P, and
P, must come from «,«, only. From eqn (9) with P, set at 0, we obtain explicit
formulae for P, and P;,:

5 20=m)=x,) o
3 (-xyxy)

D =l[1~3(K_L_K")~KJK_L]

P4 (1-xyk.) ' (156)

Eqn (15) represents the ‘two-moment approximation.' It will be seen in Sec. V that
this approximation is useful, in the absence of further information beyond «; and «, .
(3) The next approximation is to assume P,=0(R=1), in the absence of direct
measurements of R, and to use the three-moment approximation; i.e. eqn (12). Thus,

_ 16[(1-x 1(1—“)]

== — 4o (=2

P 45[(1+x“) 2\1+x, (16a)
s (52) -2 ()]

P’_35[(1+x“ 2 1+« /] (16b)

This approximation is termed ‘3-moment, with P,=0." In section 5, we shall test the
applicability of these various approximations to realistic examples.

3. Theoretical Calculations of xs=,«,

Next, we cansider the role played by the Legendre moments in determining the observ-
ables x;, «,. table 2 presents theoretical calculations of the x values according to eqn
(1) for six experimentally important'>'® | JKM, ) parent states in the strong-field (spin-
decoupled) and weak-field limits. The original calculations'® of the P(p) were carried
out using a number of approaches to the hyperfine coupling problem. The hyperfine
calculations were based on considerations of the nuclear spin of the iodine and of the
three hydrogen nuclei and the coupling of each to the rotational angular momentum.
In one of these, a sudden approximation was used [somewhat similar to the treatment
of ref. (17}, assuming a sharp discontinuity in the field strength of the exit of the
strong-field region. The resulting ‘weak-field” P(p) exhibits'® a rapid oscillatory time

Table 2. Theoretical calculations of «;, x, for selected | JKM, ) parent states of CH,1°

parallel perpendicular
parent
state strong field weak field” strong field weak field®
|JKM;)  (decoupled) sudden adiabatic (decoupled) sudden adiabatic
|222) 0.003 0.285 0.266 0.067 0.528 0.541
) 0.032 0.467 0.649 0.231 0.680 0.798
1212) 0.067 0.528 0470 0.293 0.699 0.744
[313) 0.099 0.508 0.465 0.340 0.683 0.758
|211) 0.293 0.700 0.836 2.015¢ 0.961 0.917
1312) 0.293 0.550 0.626 1.753¢ 0.894 0.833

“ Entries are « values calculated for the indicated cases. * ‘weak field’ implies that Ex1Vem™!

in the region of the orientation field probed by the laser  Surprisingly, these entries are greater
than unity, despite the fact that B, >0 (i.e. ‘normal’ direc - of orientation). This is due to the
sin® @ factor in the L-polarization probing by the laser.
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Table 3. P, and P, for selected | JKM, ) parent states: adiabatic vs. sudden approximations®

Set 1°
P, P,
parent state
|JKM;) A S, A S,
[222) 0.283 1 0.294 3 0.04195 0.070 62
111y 0.1071 0.1857 0.03571 0.022 16
212) 0.148 1 0.1471 -0.01587 ~0.035 31
[211) 0.059 70 0.7357 0.046 48 0.017 65
|312) 0.08599 0.099 57 -0.012 14 0.000 00
Set 2
P, P,
AZ SZ AZ SZ
1222) 0.2733 0.2720 0.0400 0.056 14
|111) 0.098 02 0.166 6 0.018 84 0.016 44
1212) ,0.148 8 0.136 0 -0.018 74 —0.028 07
211 0.042 00 0.067 90 0.044 70 0.013 11
|312) 0.095 10 0.091 90 -0.01109 ~0.046 52

“ Set I: A, and &, denote adiabatic and sudden approximations, respectively,
taking only I coupling into account. ® Set 2: A, and S, denote adiabatic and
sudden approximations, but now taking I and H couplings into account.

dependence, with an average asymptotic form expressible in terms of an expansion in
p. [From the resulting P(p), the x values are calculated via eqn (1).]

In the other approach, the adiabatic approximation was used. Here it is assumed
that there is a gradual rather than a sudden transition in field strength between the
strong- and weak-field regions, i.e. the hexapole and the orientation field. Thus there
is no time-dependence of the weak-field P(p). The resulting orientational distribution
function is also expressed explicitly in p and then the x values are calculated as for the
sudden approximation. The « values appear in table 2; it is obvious that the disorienta-
tion effect of the nuclear spins (mainly due to that of the 1) is severe, and that it should
be possible to distinguish between the strong-field and the two weak-field approximations
from « measurements. Table 3 lists the theoretically calculated vaiues of P, and P, for
five selected | JKM, ) parent states.

Fig. 1 shows a graphic example of the loss in orientation due to the hyperfine
recoupling problem. The strongly asymmetric P(p) in the strong field (decoupled) limit
(upper panel) is compared with the much less asymmetric P(p) for the zero-field, i.e.
the fully coupled adiabatic limit (lower panel).

4. Orientation and Alignment of Symmetric-top Molecules

In the strong-field limit in whlch the | JKM, ) representation is appropriate, expansions
for P(p) have been presented for all | JKM,) states for J <4. From these, one can
evaluate the Legendre moments P,, P, etc. (Of course, B, is simply KM, /(J*+J)=
(cos 8),>'" for the symmetric-top). Table 4 lists these moments for all the symmetric-top
states | JKM, ) for which J < 3.

B 4
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Table 4. Legendre moments of P(p) for symmetric tops (strong field, i.e. decoupled limit)

Legendre moments

state _ _ — — — _ _ _
|JKM;) () P, p) 3 s s P P, etc.

111) 1 | & 0 0 0 0 0
222) 1 H " ik 0 0 0
221) 1 -1 -1 ~-% 0 0 0
o ' B A B T
133) 1 ; 2 ¢ 24 ™ i 0
B3y 1 ' 3 e T o 0
|331) 1 ] -i —8 % o g 0
322) 1 0 ? Wg; ? ilzsj 0
321) 1 9 (l—, —ll—qﬁ _g _7f56 0
311) 1 ¥ b 5 98 132 Eip) 0

In the interpretation of reactive asymmetry experiments with oriented symmetric-top
molecules, one must take cognizance of the possible alignment, as well as orientation,
of the (state-selected reagent) molecules. Then one will want to consider the possibility
of both positive and negative alignments (‘end-on’ vs. ‘broadside’ ), even with the same
sign of the orientation.

Fig. 3 shows three examples of alignments of a molecular framework: vertical,
horizontal and magic-angle, listing values of P, and P;. At the magic angle, for which
(cos’ 8) =1, one has P,=0, but of course there are two distinct (opposite) orientations,
ie. P,=x1/v3. Thus, the two Legendre moments P, and P, appear to provide quite
independent ‘steric’ information about the ensemble of molecules under consideration.
However, upon closer examination, one notes a tendency for a correlation between
them as the classical limit is approached. Note that in the limit of ‘tight’ precession,
iie. K/(J*+J)'*— 1, there is indeed a trivial relationship between the moments:
P,=3P;-1. (In general, P,=3p:-1 _ _

Fig. 4 illustrates the relationship between P, and P, for each of the 20 unique states
of interest up to | JKM, ) = |444). The tight-precession ‘limiting parabola’ (above) is also
plotted. In general, the greater the orientation P,, the greater the alignment P,.

(a) vertical (b) horizontal (¢) magic angle

©

- + 1

+ - |

Pz +1 -1 0 0 +1/V3 -1V3
Pz +1 +) -1/2 -2 0 0

Fig. 3. Three special cases of alignment of classical electric dipoles within a homogeneous electric

field & pointing up, toward the +z direction. (a) Vertical alignment, ‘up’ vs. *down’; (b) horizontal

alignment, ‘left’ vs. ‘right’; (c) ‘magic angle,” i.e. precessing in a cone whose angle of generation

(shown) is 54.7°, but with ‘up’ vs. ‘down’ orientation. Listed at bottom are the values of P, and
P, for each arrangement.
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1.00 T T T

0.7 b

0.50

' 0.25
0.00
-0.25
-0 .50 ) . L
0.00 0.25 0.50 0.75 1.00

Fig. 4. Plot of P, vs. P, for | JKM,) states of symmetric-top molecules in strong-field limit (values
fromtable4),forJstates (1<J<4): (0, J=1;0,J=2;A,J=3,0,/=4; Kstates (1= K <J<4)
as indicated. Individual M, states not denoted however they are eas:ly identified as follows:
M, =1 has smallest P, (leftmost), M, = 2 next, ..., M, =4 greatest P, (in each sequence, connected
by solid lines). For K =1 points, M, =1; dashed segments connect J=4,3,2,1 respectively.
Solid curve: ‘hmmng parabola’ P,=3Pi-4. P is readily calculated via KM, /(J2+J); B, from
P(p) expansions in ref. (23). An explicit formula for P, is given in ref. 6(b):

[3M2-J(J+1))- [3K2-J(J+1)]
[(2J+1)2J-1)JJ +1)]

ﬁ2=

This is, in a sense, a cautionary note, since both orientation and alignment affect
reactivity, and in different ways, and thus the attribution of an observed effect to
orientation only is simplistic. [This problem has been addressed, in part, in earlier
papers, e.g. ref. (7), (14) and (15), using theoretical moments as input.]

5. Inversion to the Legendre Moments from x;, «, and R

Based on the resuits presented in section 4, it is evident that orientation distributions
P(p) for a beam of orientated CH,;1 molecules (and the observable photofragment
asymmetry factors «;, k, ) are strongly dependent upon both the €-field in the photodis-
sociation (and/or reaction) zone and the details of the passage from the strong- to the
weak-field regions. This has been confirmed by experiments.'®'>?' Thus it will be
important in the future to determine directly the actual orientation and alignment of
the ensemble of molecules under study without ‘theoretical prejudice.’ The present
inversion scheme, going from «;,x, and R to the moments P,, P, and P, of the
distribution function P( p), will now be illustrated with examples, some from hypothetical

w



Vet 4

B e P

R. B. Bernstein, S. E. Choi and S. Stolte 11

pure parent-state beams, others for actual ensembles from oriented molecule beam
experiments.

For the first example, we consider the performance of the one-moment and two-
moment approximations, using eqn (14) and (15), respectively, for two realistic calculated
cases. For this, we use the ‘full’ hyperfine coupling computations'® of P( p) for different
parent | JKM, ) states (i.e. nuclear spin of the I and the spins of the H nuclei, coupled
with the rotational angular momentum) in the two limiting weak-field cases: (a) sudden
and (b) adiabatic approximation.

Table 2 has listed these calculated « values.for the experimentally relevant parent
rotational states, which here form the simulated, error-free, data base for an inversion
exercise.

Table 5 presents P, values, the results of the two ‘one-moment’ approximations of
eqn (14) and the ‘two-moment’ approximation of eqn (15), compared with the exact P,
values from table 3, for the fully coupled sudden and adiabatic cases. Of the two
one-moment approximations, the one employing «, data is less affected by the neglect
of P, than the one using x| values. In practice, however, «; is much more accurately
measured experimentally since, for the «; configuration, there are fully resolved two
peaks in the TOF spectrum (see fig. 2); thus, less reliable experimental information
comes from k.

The goodness of the one-moment approximation of eqn (14) can also be portrayed
graphically. Fig. 5 is a plot of the theoretically calculated values of «, vs. k; for the
state-selected |JKM,) parent states of table 5 (i.e. sudden and adiabatic weak-field
approximations, the fully coupled case corresponding to set 2 of table 3). Also plotted
in the fig. 5 is the implicit relation between x, and x; demanded by the one-moment
approximation, eqn (14). Deviations are significant, but the correlation is quite evident.
(This is not the case in the strong-field, decoupled limit.)

Obviously, more reliable information on the moments of the orientational distribution
function will require accurate experimental measurements of «;, R and « .

We shall now apply the various levels of the inversion approximations to the published
experimental data, on differently prepared orientated molecule beams, usually parent
states | JKM, )=|222),]111), as well as the control experiments on the unorientated but
JK-selected beams, identified as |22) or |11), measured under rather weak-field conditions
(typically 30 Vem ™', but by no means in the ‘zero-field’ limit). Thus, we hope to learn
how these and more accurate future experiments can be best interpreted in terms of
low-order Legendre moments of the P(p).

Table 6 summarizes all the available results, including a reanalysis of the experi-
mental data of ref. (21), in part to ascertain if more accurate moments could be gleaned

19,21

Table 8. P, calculated from K|, K, using one- and two-moment approximations, vs. ‘exact’ B,

sudden adiabatic
parent  l-moment, from 1-moment, from
state —————————— 2- —_— 2.
JKM,) K 'R moment exact’ I K, moment exact”
] I

[222) 0.247 0275 0.265 0.272 0.258  0.265 0.262 0.273
ft1it) 0.161  0.169 0.167 0.167 0.095 0.100 0.098 0.098
[212) 0.137 0157 0.150 0.136 0.160  0.125 0.135 0.149
[211) 0.078  0.018 0.024 0.068 0.040 0.038 0.039 0.042
[312) 0.129  0.050 0.063 0.092 0.102  0.081 0.087 0.095

“ For the theoretically calculated P(p) values taking into account both 1 and H coupling (from
table 3).
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1
(312) x{21n}
{2m
*
o
08 12) ()}
o
x(212)
it
o6r 1222)
-
X
0.4
0.2
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Fig. 5. Test of one-moment approximation, based on calculated results for CH,1, taking into
account the hyperfine coupling [ref. (16)], in the weak-field limit, in both the sudden and the
adiabatic approximations. The parent | JKM, ) states are indicated. The coordinates of each point
are «y, . The solid curve is the relationship between «, and «; implicit in the one-moment

approximation, eqn (14);
ie. (————l — K*) =1 (———l — K")
1+ K, 2\1+ Ky

appropriate for the limiting case of g8 =2.

from the data. Each entry (beam no.) is for a separate orientation-photofragmentation
experiment. Although there had been some attempt at controlling the experimental
conditions'®?' (such as state-selection purity, correction for the direct beam contribution,
electric field strength in the orientation/photofragmention region etc.), the experiments
thus far have been somewhat crude. However, the results are suggestive of the level of
reproducibility and accuracy necessary to obtain a given uncertainty in the derived
orientation and alignment moments. Clearly, a major concern in the propagation of
error from the measurements (x,, R and/or «, ) to the low-order moments. For example,
there can be no physical interpretation to a non-zero P; for the {111) parent state, or
for a significant alignment P, for the intentionally unorientated |22°) ensemble etc. Thus,
examination of the tabulated results provides information on the ‘leverage’ of such
measurements with respect to the desired moments.

Table 7 summarizes the most reliable results, for P, and P, only, based on reconsider-
ing the entire body of expenments reported in table 6. Once again, the ‘unorientated’
molecule beams |22) and |11) are importaat benchmarks to test how well the inversion
procedure works for these presumably known cases, for which P, and P, should be zero.

6. Discussion and Conclusions

Examination of table 7 shows that even the available ‘first generation’ measurements
of the asymmetry of the angular distribution of the polarized-laser photofragmentation
suffice to demonstrate certain facts about the orientation and alignment of the molecular

19,21
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Table 6. Analysis of experimental « resuits for CH; 1

parent
beam state _ B _ ref. com-
no. |JKM;) Xy K, R P, P, P, (fig. no.) ments
1 [222) 026 — — 0261 - — 19 (1) a
2 [111) 042 — — 0182 - — 19 (2a) a
3 [212) 037 — — 0204 — —_ 19 (2b) a
4 2D+312) 053 — — 0137 — —_ 19 (2¢) a
5a [222°)* 035 — — 0214 — — 21 (3) a
035 059 — 0224 0023 — 21(3) b
035 059 (1.0) 0217 0 -0.006 21(3) c
6a [‘111°)* 0.53 — — 0137 —_ _ 21 (4) a
053 061 —  0.181  0.161 — 21 (4) b
0.53 061 (1.0) 0.152 0 -0.041 21 (4) ¢
6a [111) 049 — — 0152 —_ — 21 (4) a
049 057 — 0203  0.167 — 21(4) b
049 057 (1.0) 0.167 0 -0.047  21(4) c
7 [212) 037 — — 0204 — — 21(5) ag
037 080 — 0.119 -0.208 — 21(5) b g
037 080 (1.0) 0.183 0 0054  21(5) g
8 [211)+[312) 053 — — 0137 — — 21(5) ag
053 081 — 0104 —0.118 — 21(5) b, g
053 081 (1.0) 0128 0 0.022 21(5) g
6b (11’ 096 — —  0.009 — — 21(4) af
096 090 —  0.020 [0.581] — 214)  byef
096 090 (0.1) 0.017 0 -0.019  21(4) of
. 096 090 103 0017 0010 -0019 21(4) df
6a 111y 058 — —  ons — — 21 (4) a,
058 062 —  0.166 [0.023] — 21(4) bef
0.58 062 (1.0) 0.136 0 -0.047  21(4) of
058 062 101 0137 0003 —-0046 21(4) df
5b |22° )" 098 — —  0.005 — — 21 (3) af
098 101 — —0013 ([-1.956] — 21(3) b,ef
098 101 (1.0) 0.003 0 0005 21(3) of
098 101 083 0002 -0.060 0004 21(3) df
5a |222')" 038 — — 0200 — — 21(3) af
038 061 — 0210 [0.025]) — 2113)  b,ef
0.38 061 (1.0) 0.203 0 -0.008  21(3) of

038 061 106 0.208 0.020 -0.022 21(3) df

? 1-moment approxlmauon using x. "2-raoment approximation. _¢ 3-moment approxlmatlon
but fixing P,=0. ¢ 3-moment approximation, no restriction on P,.  Values in brackets are
dubious. / Data re-analysed (see section $ and captlon of fig. 2; preferred results). * «, from ref.
(19). * Data uncorrected for direct beam contribution. ' Data corrected for direct beam contribu-
tion. / Unorientated.

ensembles under observation. Detailed analysis of the ‘lineshape’, ie. the S(¢) TOF
curves [such as that carried out in ref. (29) and (30)] is unnecessary for this purpose.

It appears that the first-moment P,, ie. the average molecular orientation, can be
fairly well determined and, moreover, that the deduced values are in fair accord with
the sudden approximation in the weak-field limit. (Distinction between the sudden and
the adiabatic is best made on the basis of the |111) parent state; see entries in tables 2
and 3.) As pointed out already in ref. (19), the experimental x values clearly show the
deleterious influence of the hyperfine coupling effect upon the degree of orientation of
CH;1 in weak fields.

) PN
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Table 7. Summary of best experimental values of P, and P,, compared to theoretical calculations
(sudden and adiabatic) in the weak-field limit

Py P,
parent
beam state experi- experi-
no. |JKM;) mental® sudden adiabatic mental® sudden adiabatic
sb 122) 0.00, 0 0 -0.06 0 0
6b 1) 0.011 0 0 0.01 .0 0
1 1222) 0.26 —
sa ['222°) 0.2 l: 0.27 0.27 0.02 0.056 0.040
2 [111) 0.18 —
6a f11) 0.14° 0.17 0.098 0.00, 0.016 0.019
3 1212) 0.20° 0.14 0.15 — -0.028 -0.019
4 J211) 0.14" 0.07 0.04 _ 0.013 0.045
[312) . 0.09 0.10 -0.047 -0.011

* Values from table 6, rounded to two significant figures. * From 1-moment approximation based
on tabulated «, (data of ref. (19)]. © Values from re-analysed data [ref. (21)]. 4 Admixture of
[211) and [312) parent states, but predominantly (211).

The evaluation of the second-moment P,, i.e. the alignment of the molecules, has
not been accomplished reliably in these experiments. The apparent values of P, = —0.06
for the presumably unorientated |22) ensemble suggests that there was an experimental
problem in determining the ratio R (which requires special attention regarding the
polarizing optics, windows etc., not yet taken into account). Of course, there is virtually
no leverage to extract a meaningful P, (e.g. note in table 6 the unphysical P;, deduced
for the |11) state, for which P, should be identically zero).

We return, then, to the main question; namely, can we measure the spatial orientation
and alignment of an ‘unknown’ partially state-selected/orientated ensemble of
molecules? The answer is clearly ‘yes’ for orientation and, very probably (in the second
generation of experiments), ‘yes’ for alignment.

This research received financial support from the National Science Foundation via
Grant CHES86-15286, hereby acknowledged with thanks. We thank Dr S. R. Gandhi
and Mr T. J. Curtiss for their early contributions to the experimental methodology, the
published results of which were used to illustrate the applicability of the present inversion
method. R.B.B. acknowledges valuable discussions with Dr Gandhi on the subject of
the dependence of x upon laser polarization and electric field strength.

Appendix

In the treatment given in the main body of this paper (section 2), a restriction was
imposed on the shape of the photofragment angular distributior, namely, that the 8
parameter is fixed at 2 (prompt dissociation and parallel-type transition) so that I(8) <
cos’ 0 etc. For the experiments of ref. (19) and (21) (the data base used here) involving
low-J states of CH; 1, this is an excellent approximation. The ‘valley’ (€5%) between
the two peaks of the doublet in the well resolved TOF spectra can be accounted for
entirely from the known (=96% ) degree of polarization of the laser-beam polarizer.'*'*?!
Thus, for these low-J states, there is 1% of any possible "L’ contribution to the
transition and, as shown by the real-time experiments of ref. (20), the dissociation is
clearly prompt (i.e. sub-picosecond). (For thermal ensembles including high J states,
this is not the case.)
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Tn general, however,”® 8 may assume any value within its allowed range 2= g < -1,
and the present analysis needs to be extended to deal with arbitrary values of 8. In
what follows, we maintain the assumption of prompt dissociation but consider the 8 to
be governed by the admixture of L to || components of the transition dipole at the laser
wavelength used, as well as the angle between the polarizer axis and the orientation
field. We make use of (a rewritten form of) eqn (30) of ref. (23), interpreting 8 in terms
of certain key angles.

The results thus obtained for the observable hemispheric signals S* are therefore
B-dependent. They are linear combinations of the earlier (8 =2) ones [see section 2,
preceding eqn (1)). Thus, we now have }

sior=(58) si+(50) st (Ala)
and
ST(B)= (“ﬂ) ST+ (2;‘3) sT. (Alb)
One finds expressions for the hemispheric signals analogous to eqn (7):
Sy (B) =1x-l—(4+p)ﬁ,+-§ }"2:—7—(3 -1)BF (357’;16) P+ (A2a)
sl(fx)-(—5 2 (86") P.—%Pzi-—(2+p)l’3 ( 67682") Pot---.  (A2b)

Truncating at P, leads to expressions for the x values, analogous to eqn (9):
1 ‘%(44”5)‘-’1'*‘5’.’2"%(5 - 1)’33
1+3(4+B)P, +BP,+{ B-1)P,

i (B)= (A3a)
1-36-BP-E P+ 50+ 0P,

k. (B)= B — (A3b)
14348~ B)P,~Z P~ %2+ )P,

Analogous to eqn (10), we define the ratio R to be
R=[Sy(B)+S{(B)V/ISL(B)+SL(B)) (A4)

With this definition, one can relate R to P, (analogous to eqn (11), but here with a
B-dependence):

o (1+8P)
R—(l—%ﬂf’z)' (ASa)
Thus,
. _(2/BYR-1) |
P,= (R+2) (A5b)
Next, we evaluate two important ratios:
1-xy(B) _#4+B)P+{(B-1)P,
1+1,(B) 1+ 8P, (Aa)
1-«,(8) i"(s ﬁ)Pn 1(2+ﬁ)P3
1t (B 1-(B/DF (Asb)
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16 Determination of Orientation and Alignment

Combining these results with eqn (A3a), one obtains the analogue to eqn (12) for P,
and P;:

5 _8(2+8\(_R (1—xﬂ<ﬁ>) 3(3-1) (1—«*(5))]

P'_IS( B )(R+2)[ 1+x,(8)) TR \238/ \17x.(p) (A7a)

5.3 (3-B)(_R l-ﬂ(ﬁ))_g(up)(l—n(p))]
B 35( B )(R+2)[(1+K“(B) ®R\s=g)\iveu(@/ ) A

It is readily seen that eqn (A1)-(A7) all reduce properly to the analogous equations in
the main body of the text (section 2) in the limiting case of B =2 (there assumed).

Note also that, if the laser polarization is rotated from 0° (|| to z axis) to 90° (L to
z axis), effectively converting 8 =2 to 8 = —1 [via eqn (30) of ref. (23)], then eqn (A3a)
takes the form

l—%l_’,—132+%133

I+§P|"P2—%P3

which is identical to the right-hand side of eqn (9b) in the text. Thus,
K(B=-1)=k,(B=2) (A9)

as expected. [Eqn (A9) can also be obtained directly from eqn (A3).] However,
«, (B =—1)# « (B8 =2). The analogy to the (preferred) one-moment approximation of
eqn (14) is found, as in the earlier text [preceding eqn (13)], by taking P, = P3=0, so

k(B=-1)= (A8)

-« (8) _ (4+ﬁ)(1—KL(B))
=2 .
1+x(8)  \8-8)\14x.(8) (A10)
After a little algebra, one obtains the one-moment approximation:
- b (L)) _ e (1)
d 3(4+B)(l+xu(B) 38-F) \1+x, (B) (A1)

which, of course, reduces to eqn (14) for g =2.

In conclusion, from a practical viewpoint, if one has independent knowledge that
the dissociation is prompt, then it is a relatively simple matter to use the directly measured
B value (obtained from unorientated molecule experiments) together with eqn (A7) and
(AB) to evaluate the desired Legendre moments P,, P, and P;. At the very least, the
one-moment approximation, eqn (All), can be used to estimate the first moment with
essentially the same reliability as the special case (for 8 =2) in the text, via eqn (14).

Note that more experimental information than simply x,, x, and R could be readily
available, since it is easy to carry out experiments varying the laser polarization angle.
It has been pointed out by Gandhi'® that S(r) curves obtained with laser polarization
set at the magic angle eliminate the influence of 8 and are governed entirely by the
shape of P(p) and the translational recoil energy distribution. Experiments that measure
5(t) TOF curves as a function of the laser polarization angle [see eqn (28a) of ref. (23)]
can, in principle, yield the full P(p), not simply its first few Legendre moments.
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Products’ Angular Distribution for Stereoselective Reactions
Simple Optical and Kinematic Considerations

L. Schechter and R. D. Levine*

The Fritz Haber Research Center for Molecular Dynamics,
The Hebrew University, Jerusalem 91904, Israel

The angular distribution of reactive (and also of non-reactive) scattering
has been shown to provide useful insights into the steric requirements of
chemical reactions. In a simple optical model, the differential scattering
cross-section, d?or/d’w, and the differential orientation-dependent cross-
section dog/d cos y are both derived from a common opacity function. The
angle-dependent line-of-centre model has been used to compute both cross-
sections. For the K + CH,l1 reaction where the barrier, according to Bernstein,
is a linear function of the cosine of the approach angle, the two differential
cross-sections are closely related. Within the angle-dependent line-of-centres
model one can also re-examine the optical mode analysis of the non-reactive
scattering. This suggests a reinterpretation of the variable ‘the potential at
the distance of closest approach’ as ‘the energy along the line of centres’.
With this interpretation, the systematics in the opacity functions, determined
from the observed non-reactive scattering, can be simply accounted for. In
particular, for several reactions [e.g. K+ CH;Br, K+ (CH,),CBr] the opacity
analysis provides evidence for a ‘cone of non-reaction’ of a primarily
geometrical nature reflecting presumably the steric hindrance of the organic
group. .

In the analysis of the reactivity of orientated molecules it has been shown
to be necessary to distinguish carefully between the theoretical steric require-
ments, defined in the molecular frame and the operational orientation defined
in the laboratory frame. This distinction is readily implemented using a
kinematic model. Itisthereby found that for K + oriented CH, 1 the reactivity
is strongly dependent on the experimental orientation for backwards scatter-
ing. This dependence diminishes for less backwards scattering and is practi-
cally unobservable for sideways scattering. This loss in selectivity is,
however, of purely kinematic origin: for higher impact parameters the
relation between a given experimental orientation angle and the theoretical
angle of attack is one-too-many. The kinematic mode! used incorporates
an impulsive release of the exoergicity d la the DIPR model. The impulse
is not directed along the old bond. A very definite polarization of the KI
angular momentum in the direction perpendicular to the plane of reaction
is noted.

Much recent effort'-?* has led to a good understanding of the concept of cone of
acceptance for activated chemical reactions in the thermal and hyperthermal regimes:
the steric requirement of the reaction is essentially determined by the variation of the
height of the barrier to reaction with the orientation of the reagents at the barrier. More
work is required for activationless reactions such as?*-?” between ions and polar reagents.
It has, however, been proposed? that their steric requirements are due to the orientation-
dependence of the barrier in the ‘effective potential’ which is the sum of the anisotropic
long-range potential and the spherically symmetric centrifugal barrier. We mention as
an aside that reactions between neutral molecules are seldom activationless. Examination
of polar plots? of the potential-energy surfaces for such reactions show a rather sudden
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2 Stereoselective Reactions

Fig. 1. Polar representations of the potential-energy surfaces for K+ CH,l from ref. (21). The
square grid is 14.4x14.4 A and the vertical scale for the potential spans 1.8 eV. The asymptotic
plateau is at zero. (a) The CH,—1 bond distance is constrained to its equilibrium value. (b) The
CH;—1I bond distance is allowed to vary (at a given R and v, cos y =7+ R) until the minimal
value of the potential is reached. For further examples of such relaxed potentials see ref. (28).

onset of (typically, quite anisotropic) chemical forces which determine the
stereochemistry. Using realistic but approximate potentials®'***° an example of such
potar plots for the canonical reaction'>'-

K+CH;I — KI+CH,

is shown in fig. 1. For this and other reactions, the long-range anisotropic potential has
the form****

V(R)= C[1+ kqPs(cos ¥)JR®+ C, cos® yR™’ )

where k.4 contains both inductive and dispersive contributions and is typically of the
order of 0.1.>* Hence the long-range R™° potential term is not very anisotropic.
Moreover, and unlike the conclusions of ref. (22), this term cannot distinguish the two
ends of the CH,I molecule. The reason is that Py(cos y) = Py{cos (7 — ¥)] so that the
resulting effective potential barrier is symmetric about the molecular centre of mass. It
is only the quadrupolar R™7 term that has an asymmetric dependence. For neutral
molecules the quadrupole moments are seldom large enough to make this term significant.
Hence for the K+CHj,l system (which is known’® to have an activation barrier), the
stereochemistry is determined primarily by the orientation dependence of the barrier
owing to the system-specific chemical forces.
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A fuller understanding of the steric requirements of reactive collisions must, however,
await the solution of at least three problems. The first is that of kinematic rotation. The
theory specifies the cone of acceptance in terms of the relative orientation of the reagents
at the barrier. Experimental results (and intuitive understanding) refer to the orientation
of the well separated reagents. It is an essential (but sometimes overlooked) point that
the term ‘orientation’ has two different technical definitions in the two preceding
sentences. The potential energy is a function of the coordinates of the atoms. The
barrier will therefore depend on the orientation as defined in the molecular framework.
In other words, it will depend on the angle between the coordinates. Two possible
angles that have been used are a and y, which are the angle between the oid and new
bond and the angle between the approach direction and the reagent axis, respectively.
cos a = #+ #', where r and r’ are the old and new bond coordinates (and the carat denotes
a unit vector), and cos y =7+ R, where R is the vector from the reagent centre of mass
to the attacking atom. Experiments are carried out in the laboratory framework. Hence
the orientation is specified with respect to some space-fixed axis. Both the use of an
inhomogeneous electrical field to orient the reagent’ and the use of lasers to align the
reagent”’ specify the distribution of the molecular axis. In a molecular-beam experiment
one can also specify the (rather sharply peaked) distribution of the relative velocity R.
The orientation of the reagents is thus defined in terms of the angle p, z=cos p=F- k,
where k is a unit vector in the direction of R. It is important to note that it is not only
for purely experimental reasons that the angle p is distinguished. Even in the absence
of any forces, i.e. for purely kinematic reasons, the angles « and y will change with

- time in the course of the motion. We are so used to thinking about collinear collisions,

when a =y =p, that we sometimes fail to note that, for finite impact parameters, a
whole range of y or a values corresponds to a particular value of p. The higher the
impact parameter, the weaker is the correspondence between the experimental and
theoretical definitions of ‘orientation’.

It is important to emphasize that the ‘smearing’ of the theoretical orientation in
higher-impact-parameter collisions is a purely kinematic effect which occurs even in the
absence of any forces. The simplest way to account for this aspect is by a Monte Carlo
simulation.*®**” We have previously discussed this in some detaii*® and will here provide
an explicit illustration involving the apparent reduction in steroselectivity in the K+ CH,I
reaction for non-backwards-scattered KI.

Over and above the purely kinematic problem of relating the experimental and
theoretical orientations, there is a dynamical problem. The anisotropic long-range forces
and the anisotropy of the chemical interaction can ‘rotate’ such vectors and v orf r
whose direction is otherwise conserved. The effect of such ‘reorientation’ has been
discussed by several authors.®'*'*'*1%20 1 some models it is even assumed that the
anisotropic forces are strong enough in the energy range of interest to specify the
orientation at the barrier in a manner largely independent of the initial experimental
orientation. It appears to us that while reorientation is no doubt important at low
collision energies, its effect does diminish at higher energies. Trajectory
computations '>'*?%2! indeed establish a fairly close correspondence between the orienta-
tions at the barrier and as initially selected. The prime reason for loss of experimental
orientation appears to us to be kinematic rather than dynamic, at all but the lowest
energies.

For low-energy collisions there is now clear computational evidence**"** that for the
same mass combination (e.g. O+HCIl, Cl+HCI), modification of the longer-range
potential while maintaining roughly the same barrier functionality, can lead to different
dynamics. It is thus of interest to be able to assess simply the importance of reorientation

+ In quantum mechanics there will always be a distribution of 7 values.“>*' Even so, # is conserved along
any classical trajectory for a spherical potential.
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effects. Loesch'’ has shown how this can be done for b =0 collisions using only two
coordinates (R and y). Using the same two coordinates, we'® have shown how it can
be done also for b # 0. Our approach is not equivalent to that of Loesch and we are in
the process of comparing our approximation'® to the results of exact trajectory computa-
tions.

The third aspect where {arther work is required is the role of reagent
rotation.>'*!>%-4¢ Even for unexcited reagents this may be induced by the anisotropic
forces, but even the purely kinematic implications of higher initial rotational angular
momenta need be better understood.

The discussion has so far centred attention on the dependence of the reactivity on
the orientation. Mathematically, this dependence is given by the partial or differential
reaction cross-sectiont dog/d cos p such that®

1
TR =J. dog/dz) dz 2)
-1

where z=cos p. The differential cross-section is an integral over the opacity function
for a given orientation

dog/dz=27w j bP(b, z) db. (3)
One could, instead, integrate over z first, leading to the familiar opacity function
P(b)= I P(b, z)dz (4)

which has the interpretation of the reaction probability for unoriented reagents. Integra-
tion of P(b) over d(wb?) then leads to ox:

op= J‘ P(b) d(1rb2).._ 2

One has, therefore, two routes from P(b, z), the reaction probability at a given b
and orientation, to or. The first is to integrate first over b and then over z, going through
ogr(z) as the intermediate concept. The second route is to integrate over z leading to
P(b) and then to integrate over b. In schematic outline

P(b, z) —=» P(b)

1(3) 1(2')

dog/dz —2—+ og

The first route has received much recent attention, as already discussed. For some
reason, the second route has been somewhat neglected. This is perhaps due to the
opacity function P(b) having gone out of fashion. One needs to average over all
orientations in order to get P(b). However, part of the motivation for being interested
in stereoselectivity is to understand better the reason for the magnitude of the reactivity
of unoriented reagents. Indeed, the very early measurements by Greene and Ross and
co-workers of values of P(b) below unity were interpreted®>**-*' as indirect proof for
stereoselectivity. We shall discuss these pioneering results in more detail below. It will
be shown that the systematics noted*>* in the P(b) obtained from the analysis of angular

t Rather than p we could use y as the variable. The whole point 1 above is, however, that ox(z2) is not
necessarily equal to og(cos y).
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distribution of non-reactive scattering can be accounted for. In particular these tend to
support the general trends in the orientation dependence of the barrier to reaction. A
cone of ‘non-reaction’ due to steric hindrance can also be inferred from the results for
K+ CH;l and other reactions [e.g. K+ CH;Br, K+(CH,),CBr], where such hindrance
is to be expected on classical stereochemical grounds.

The o?acity function also serves as a useful guide to the angular distribution of the
products.”*>"* For the canonical K+ CHj;l reaction we shall see below that even the
simplest optical model generates quite realistic angular distributions of the reactively
scattered KI product from the orientation dependence of the barrier to reaction, using
P(b) as a link between the two.

The optical model analysis suggests that there is a very useful route from the steric
requirements of the reaction to the angular distribution of unorientated reagents. The
latter is available for a number of reactions and exhibits clear systematics.”*>** Some
of these can be readily understood using the reduced variable*** (‘the energy along
the line of centers’) E«(1—b°/d?). It is therefore of interest to further probe this
connection. We do so using a DIPN*""* model modified as described below. The nature
of the modification is that the repulsive impulse delivered past the barrier is taken to
be directed not necessarily along the old bond. We suggest that the need for this
modification can be seen already from earlier studies®®®' of the K + CH,I reaction using
the DIPR model.

The experimentally measurable [e.g. ref. (65)] double differential cross-section
d*ogr/d*wdz cannot, however, be computed using only the optical model. The reason
is the previously mentioned kinematic rotation relating the orientation variables p and
v, z=cos p. The equivalence p = y is only strictly valid for b =0. At other b values one
needs to establish a correspondence between the two in order to relate &>z /d*wd cos v,
which can be computed in the optical model to the measurable d*oz/d*w d cos p. One
further requires a correspondence from b to the scattering angle. For off-collinear
configurations at the barrier, this is not a simple relation. Hence we compute d*a/d*w dz
by incorporating the modified DIPR assumption into the kinematic approach. This
turns out to be a very natural refinement which does not complicate the kinematic
approach, but enables it to provide realistic products’ angular distributions for collisions
of orientated (or unorientated, as the case may be) reagents. In particular, we recover
the observed®® trend towards reduced ‘reactive asymmetry’ as the products are monitored
for less backwards directions in the K + CH;I reaction. The reduction is therefore largely
due to the purely kinematic effect that at higher b values the relation between z and y
is one-too-many.

To avoid confusion between the many angles used in this paper we list below the
four most common ones together with a short description:

bend angle at the barrier: cos a = #- #' .
theoretical orientation angle: cos y=#- R .
experimental orientation angle: z=cosp=F-k
scattering angle: cos 8 =k’ - k.

Opacity Analysis

In the angle-dependent line-of-centres model,”’ reaction occurs with unit probability
(i.e. P(b, y)=1) whenever the energy along the lines of centres exceeds the barrier
height, V,(cos y), at the separation d

E{(1-b*/d*) = Vi(cos ¥). (6)
The angle-averaged opacity function
1
P(b, ET)=%J P(b, y)dcos y )
-t
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is thus the fraction of the range (~1 to 1) of cos ¥ for which condition (6) is satisfied.
Whatever the angle dependence of the barrier may be, it is clear that P(b, Ey) is not a
function of b and E; separately but only a function of the variable E%

Er= Ef(1-b%/d%) (8)

which is the kinetic energy along the line of centres, at the barrier.
In the quite common case when the barrier is lowest for a collinear configuration
{cos ¥ =1), and monotonically increases with decreasing v,

P(b, Ey)= P(E%) =3{1+cos [y(ED)]}. 9
Here, y(E7Y) is the solution of the implicit equation of
Er= Vi(c0s ¥)l(y=yies) (10)

and eqn (9) is derived by performing the integral in eqn (7) over the range cos y(E%)
to unity for which P(b, y)>0.

Following Beck et al.*® [in particular, their eqn (22)], we could also write the opacity
function as a function of the barrier height P,(E7) = P,(V,). Note, however, an essential
difference. In the angle-dependent line-of-centres model ¢ variation of V;, is entirely
due to the angle dependence of the barrier. In the optical model of Beck et al., the
entire variation of the barrier [denoted V(y), where y is the relative separation, in ref.
(49) and subsequent studies], is due to a variable distance of closest approach. In our
kinematic model® (and also later below) we do allow the location d of the barrier to
vary with y. For many reactions, however, this is a secondary correction. The primary
variation of the barrier is due to its orientation dependence at roughly constant distance.
The work of Evans e al.'” has established a useful correction for a non-spherical barrier
in terms of an anisotropy parameter 7.

The opacity function (9), when plotted vs. b at constant E; is monotonically
diminishing with a cut-off at b,,,,

Ex(1-b},,/d*) = Vy(cos y = -1). (11)

Note that at impact parameters at just below b,,,, only essentially coilinear configurations
lead to reaction, whereas near b =0 the entire range of angles from cos y =—~1 down
to Ey= V,(cos y) can lead to reaction. In other words, cos ¥( E}) is the opening (half)
angle of the cone of acceptance for reaction at the impact parameter b and initial kinetic
energy E;. When P(EY) is integrated over b to yield ogx(E7), it is found® that P(Ef =
E;)= P(Ey,b=0)={[1+cos y(Ey)]/2 plays the role of the ‘steric factor’, i.e.

or(Er) = P(Er, b=0)(1-(Vy(cos y))/ Ey) (12)

where (V,(cos v)) is the angle-averaged barrier height.
Fig. 2 shows the opacity function vs. b at four collision energies for the K+ CH,l
reaction. The barrier functionality is the linear one,

Vi(cos y) = Vo+ V(1 +cos y) (13)

derived by Bernstein'’ on the basis of the experimental results on the reactive asymmetry
by Parker et al,*® which were at an energy of 3.1 kcal mol™'. A similar functional
dependence of V, on cos ¥ 1s found for the potential-energy surfaces shown in fig. 1.
These surfaces provide one very important additional insight: the functional form (13)
is valid only up to a barrier height of ca. 3.2 kcal mol™'. For values of cos y below ca.
0.65 the barrier height is de facto infinite. [See e.g. fig. 2(a) of ref. (21).] In principle
one should distinguish between th~ dependence of the barrier on the angle y,cos y=#+ R
and on the angle a,cos a =7-.  Jwing to the high mass of the I atom this distinction
is of less importance in the present system. Note, however, that our angle y is complemen-
tary to the one used in ref. (6), (7) and (13), hence the difference in sign in eqn (13).
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Fig. 2. The opacity function for K + CH,I computed, for a barrier linear in cos y [¢f. eqn (13)]

up to ¥, =0.139 eV (corresponding to cos ¥ =0.8) and infinitely high thereafter, at four collision

energies: (a) 0.062eV, (b) 0.1eV, (c) 0.135eV, (d) 0.15eV. For E;=0.139eV P(b) will show

saturation. A more realistic barrier functionality will presumably be smoother and hence the
break will be rounded. Compare with fig. 17 of ref. (69).

The collision energies chosen for plotting fig. 2 are in the range covered in the early
non-reactive scattering experiments of Airey et al®’ Their results were subjected to an
optical model analysis’>*** to yield the opacity function for reaction. Additional results
are due to Harris and Wilson.”" The lowest energy also corresponds to the experiments
of Kinsey et al®® The functional form (21) for the barrier accounts well for the trends
in the observed results: At energies just past the threshold the steric factor is quite low
(e.8.>*** ca. 0.6 at 1.44 kcal mol™') and increases with energy. P(b, Ey) remains, however,
below unity even at higher energies. In other words, there is a cut-off to the increase
of the steric factor with increasing collision energies. The declne of P(bE;) with
increasing b is not sharp but occurs over the entire range of b values. The cut-off impact
parameter, b,.., where P(b, E;) declines to zero initially increases with Er. The
dependence of b, on Ey can be computed readily, since for a linear barrier function
the explicit solution of eqn (10) is trivial, cos y(E{)+1=(E})=E%- V,)/V, or

P(b, Ex) = P(E1— V,)/2V, (14)

and
b =d*((1~ V,/ Ey). (15)

Eqn (14) and (15) are only valid for Ey up to 3.1 kcal mol ™', which is the limit of
the known validity of the linear barrier form (13). We can use the theoretical potential-
energy surfaces (and the observed cone of non-reaction which corresponds® to cos y =
0.6) to conclude that for cos y somewhere past 0.6 the barrier dependence will rise
sharply. Hence for Ey values above ca. 3.2 kcal mol ™', the maximal opening angle y(E})
will no Jonger increase with E;. Fig. 3 shows a plot of P(E%) and of y(E%) vs. Ef,
demonstrating the onset of saturation.

The conclusion that P(b, Ey) will rise linearly with E} (with a constant slope =
1/2V,=1/2.7 mol kcal ' and then reach a plateau is borne out by the plots of Airey et
al. {fig. 10 of ref. (67)]. Even the value of P(%, E;) at the plateau, expected from our

L
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Fig. 3. The opacity function for K+ CH;l plotted vs. the energy E along the lines of centres,

E'= E+(1-b?/d?). For a given collision energy the plot terminates at E% = E; [shown as arrows

for the energies used in fig. 2 and () 0.29 eV]. Compare with fig. 17 of ref. (69) and with fig. 19

of ref. (50) for K+ CH;Br. Also shown is the maximal angle of the cone of acceptance for reaction.
Note the saturation for E;=0.139 eV.

considerations to be at ca. (1+0.7)/2=0.85 is in agreement with experimental results.
Note, however, that the optical model assumes that every trajectory that can cross the
barrier will proceed to react. For the K+ CH;l reaction there is evidence from trajectory
computations®® that at higher energies trajectories can recross the barrier. Hence at
higher values of E}, P(E7) should be regarded as the probability of crossing the barrier
rather than as the probability of reaction. It is interesting to note [e.g. fig. 16 and 18 of
ref. (69)] that many other reactions show levelling-off of the P(E1) vs. E} plots. At
the E; value where P(E}) becomes virtually saturated, it is equal to (1+¢0S Yma:)/2,
where ym,, is de facto the maximal opening angle of the cone of acceptance. The results
of the optical-model analysis of experimental non-reactive scattering [fig. 18(c) of ref.
(69) in particular] show clearly that the larger the steric hindrance, the lower is the
value of P(E}) at the onset of saturation. [ Note in particular the large steric hindrance
for (CH,),CBr.] Hence the conclusions that a ‘geometrical maximal angle’ for reaction,
experimentally uncovered for K+ CH,[,%*°® will also be observed for many other systems.

Analysis of potential-energy surfaces has also suggested®” that such steric hindrance
will be the case e.g. for the O+ HCI and Cl+ HCI reactions. Here the bulky Cl group
geometrically precludes the approach of the reagent over much of the angular ranch.

In general, a plot of P(EY) vs. E} will show a threshold corresponding to the lowest
value of E: for which reaction is possible. From eqn (6), this corresponds to b=0
collisions and the threshold energy is minimal value of V,(cos y). If the barrier is lowest
for collinear attack and increases monotonically thereafter, the threshold is at Eq = V(1)
and the maximal possible impact parameter that can lead to reaction is

b, = b*(1 - Ey/ Eq). (16)
" Roberts* has derived the E; dependence of the opacity function from considerations
based on an imaginary component for the elastic scattering potential.” When the

imaginary (the, so-called, optical) potential is well localized in space, P(b, Ey), will be
a function of E%. Such a localized optical potential was shown’' to reproduce the
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. energy dependence of the reaction cross-section for K+ CH;1. The picture of a localized
optical potential is consistent with the line-of-centres model where the decision whether
reaction takes place is taken at the barrier. When the opacity is a function of E; one

can re?lace the integration in eqn (4) over b by an integration over E7,dE;=
70,72,73

Ey d( b d?). Hence from eqn (3’) one obtains for the yield function the following
form:*®
ET
Eyog = wd? I P(E%) dE%. (17)
Eo

This enables one to ‘invert’ the translational energy dependence of o to obtain the
opacity function®®

P(E'r)- (ETO’R/‘"’d )IET~ET (18)

The translational energy dependence of or for K+CH;l and for Rb+CH;l has
been directly measured.’®’"*’* In addition, it has been indirectly obtained®"*® from the
optical-model analysis of non-reactive scattering. There have also been numerous
trajectory and model studies*®**”"7%-** of this dependence. The possibility of recrossing
the barrier at higher collision energies back into the reagents region'®*® implies that eqn
(18) cannot be used well past the barrier. In the immediate post-threshold regime one
can use for the yield function the ubiquitous form’>*

Evor=md*A(E;— Ep)* ™! (19)

where A is a combination of constants. (It is k?og which is dimensionless,” where k is
the wavevector corresponding to Ev). Using eqn (18), this leads to°

P(ET) {SA(ET—Eo)x ! E"I‘BEO

0; otherwise (20)

or, equivalently,
P(b, Ex) = sSA(Ex—Eo)*"'(1-b%/b},)° " (21)

The linear barrier case as previously discussed corresponds to s =2. A steeper depen-
dence of V, (cos y) on cos v, say

Vu(cos y) = Vo+ V(1 +cos ¥)" (22)

lead to eqn (20) with V,=E,; and s—-1=1/n. A parabolic dependence on 1—cosy
would yleld exactly s =3/2. The values of s reported by Roberts*® from a fit of eqn
(19) to various trajectory results range from 5/4 to 2.

The plot of P(E’) vs. E} shownin fig. 3 corresponds to s = 2up to E= 3.2 kcal mol .
The saturation seen therein is due to the rather sudden onset of very h\gh barriers to
reaction for cos ¥ below —0.6 or so. One could mimic this behaviour using eqn (20)
with s just above unity. (Roberts® finds s =1.25 for the trajectory t:omputatnons30 of
K+ CH;l). The rather clear geometrical interpretation’**® of the change in the behaviour .
1 of Vip(cos y) due to steric hindrance by the CH, group appears to us to be preferable. ;
1 In other words, the inversion (18) must be handled with care. )
The angular distribution of reactive scattering for rebound reactions’ has been
1 ' thoroughly discussed by Herschbach and co-workers***** and by Hardin and Grice.* i

The one new point is that the input opacity function as used here takes into consideration

the steric requirements of the reagents.

Starting from dog/ d(nb?) = P(b) one obtains”

d’ogr/d*w =[d(wb?) d’w)]P(b)
=(d’0°/d*w)P(b). (23)

7.52-34
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Fig.4. Polar plots of (a) dag/d cos v (the reactivity as a function of orientation) and (b) d®og/dw

(the angular distribution of reactive collisions) kfor K+ CH;l at Ex=0.135¢V. In these plots the

distance from the origin is the magnitude of the relevant cross-section, and the polar angle is ¢

or y, respectively. The plots are normalized to unity in the backwards direction. Note the similarity
of the two polar plots.

Here, d’0°/d*w is the angular distribution computed for the assumed trajectories, which
give rise to a mapping from the initial b to the final scattering angle. If that relation is
one-too-many {or, more than one), t. ¢ right-hand side of eqn (20) contains a sum over
all b values that leads to a scattering into a given final angle. Since our interest here is
in the qualitative features we shall make the simplest assumption, that of hard-sphere
scattering, whence’ d*c*/d*w = d*/4, and the scattering angle 8 is related to b by’

b(6) =d cos (8/2). (24)

The justification for this assumption for the K+ CH,I reaction in particular® and for
other reactions has been discussed before.””®* Hardin and Grice®® provide a more
accurate procedure.”’ Since we shall have to return to this topic below for the kinematic
transformation from vy to z we shall then refine also the angular aspects of the scattering.
Here we use eqn (24) which, together with eqn (23), leads to the simple result

d’ogr/d*w=(d*/4)P[b(6], Er]
=(d’/4)PLE+(0)). (25)
For the case of a linear barrier, eqn (13), we have, using eqn (14), the explicit result

(d*/4)(E(1 —cos 8) —2V,)/4V,; sin’(0/2)< V,/Er.
0.

H otherwise (26)

dzak/dzw = [

This simple result accounts for the essentially linear decline of the observed®*™ reactive
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Fig. 8. As in fig. 4 for the lower energy Er =0.062 eV.

angular distribution from its value in the backwards direction. It also predicts a cut-off
in the forward direction. For V,= ).76 kcal mol™', the cut off is at 8 ca. 60° [¢f. e.g. with
fig. 9 of ref. (86)]. )

A polar plot of d*gr/d*w computed using eqn (26) at Ey=3.1 kcal mol™" is shown
in fig. 4(a). This is to be compared with the plot of the observed result, fig. 2 of ref.
{(33). This computation is compared in fig. 4 with a polar plot of dog/dcos y. For a
linear barrier functionality, we have using eqn (4) and (13)

dogr/d cos y = jwd’[1 - V,(cos y)1/ Ex

The similarity in the two plots shown in fig. 4 is also evident in the comparison of
the two experimental results. [ Cf. e.g. fig. 2.18 and 3.25 of ref. (7).] The two plots show,
however, quite distinct aspects, and their startling similarity is indeed somewhat acciden-
tal and reflects the special properties of a linear barrier function. In the polar plots
both dog/dcos y and dog/dcos 6 are normalized to unity at the maximum. At
Ex=3.2kcal mol™' the cut-off on cosy ¥ is ca. 0.7. This corresponds to cos 8 = 0.3, which
is the cut-off angle at E;=2.2kcal mol~'. Note, however, that the observed angular
distribution® is less dependent on E; than suggested by eqn (27). This perhaps is due
to eqn (27) only being valid for Er=3.1 kcal mol™'. At higher energies, as already
discussed, the linear functionality will be misleading. For lower collision energies (e.g.
1.4 kcal mol™'), the similarity between the two plots, ﬁ*. 5, would be less striking. Even
50, it is a tribute to the linear barrier functional form'® that it can simply and readily
account for this unexpected® similarity.

LR e ee
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Fig. 6. The two sets of cartesian axes and the definition of the vectors and of the impulse I.

Kinematic Model

There are two aspects which opacity analysis does not address. One is the fate of the
system past the barrier: how, say, is the total angular momentum partitioned between
the orbital component of the relative motion and the rotational angular momentum of
the product? We shall indeed be interested in an even more detailed question, namely
how is this partitioning dependent on the scattering angle?®’ A second aspect is that
in the optical model one cannot combine the experimental specification of the initial
state (which is in terms of the distribution p, z=cos p = k- 7} and the reaction criterion
in terms of the relative orientation of the reagents at the barrier.

Both these aspects can be handled in the kinematic model, as has been discussed
before®® with special reference to laser-aligned reagents. Here, we shall be primarily
concerned with orientated****%#® CH,I. In particular we shall show that purely kinem-
atic effects can account for the observed®® reduction in the role of reagent orientation
for non back-scattered products.

The new feature of the model is that it is used to generate realistic angular distributions
for rebound reactions by incorporating an impulsive release. There are therefore two
separate lines of development that lead to the present version of the model. The first
starts with the original DIPR model.*’**%*%* The model is augmented by (i) explicit
account of the internal degree of freedom of the reagent (or, equibalently, of the product);
(ii) a reaction criterion which derives from an angle-dependent barrier (o reaction. Only
those trajectories that can surmount the barrier lead to products, and (iii) the impulse
is released not necessarily along the direction of the old bond.

Another route is to begin with the kinematic model of Elsum and Gordon.*® One
then incorporates a criterion for reaction which depends on the orientation at the
barrier.”® The second modification is that the final momenta are specified not only by
kinematic considerations but also by an impulsive release. We shall present the model
here along these lines,

The purely kinematic part is as before. One starts by a rotation of the cartesian
coordinate system (7, ~ R) suitable for the reactants, by an angle (7/2) — B to the cartesian
system (R’, —r’) suitable for the products (fig. 6), .

R\ _(-md/(ma+me) sin* 8 ) R)
(r’) ( 1 m./(mg+mc) (r ) (28)

79091
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Here, as usual, cos’ B = m,mc/(m,+ mg)(mg+ mc) and my is the mass of atom X. To
see that eqn (28) is indeed a rotation, it is convenient to introduce the mass-scaled
coordinates

Q=(pa-sc)'’R, q=(psc)’r
Q'= (kas-c)°R’, @' = (mas)?r
where the us are the reduced masses. Then eqn (28) can be written’

(?) - (_sf:;ﬂ ::: Z)(f) (29)

T=(Q*+¢")/2; T'=(Q%+4?)/2

where the dot denotes the time derivative. In the purely kinematic limit the velocities
are computed from eqn (28)

The kinetic energy is

(¢)-ve(€) (30)
q q
where U(B) is the rotation matrix in eqn (29).

When there is an impulsive release, there is an additional component to the velocities
due to the impulse. We specify the impulse I by its magnitude and direction. To
conform with previous usage***' we define the magnitude in terms of a dimensionless
parameter g:

I =[mc/(mg+mc)lqP
=(mcmA/M)qR (31)

where M is the sum of the three masses and P=p,_gcR is the initial momenta. We
do allow, however, for the impulse to be at an angle x with respect to the —~R axis (i.e.
at an angle 7/2—y with respect to the r axis). Hence the components of I along R
and r are specified by the two components of I

- in I
I=( c.:osx si x)( ) (32)
siny cosy/\0
while the two components of the impulse along R’, ¢’ are the two components of

r=uvg)i ‘
In the computation of #, R’ we thus have

()0 ™ tmema) () (i)

Otherwise, the comp .tion follows the details presented in ref. (39).

In applications, we need to specify the values of ¢ and y. We used g =18, which
is in the range (e.g.*' 15-20) recommended by previous applications to the K+ CH;l
reaction.’®* In his detailed study,” Knutz noted that to obtain broad products’
translational energy distribution it is necessary to take g to be a function of the orientation
angle, with ¢ beini’lar'est for a collinear configuration. An examination of the potential-
energy surfaces’’-**’® suggests to us that the origin of the need to take the magnitude
of the impulse along # to be a function of orientation is simply that the impulse is not
directed along 7 In other words, we question the basic premise of the DIPR model.
Inspection of all reasonable surfaces shows the impulse in K+ CH;l to be delivered
relatively early and to be much more in the direction of R than of # Hence, we agree
with Kuntz” that the immpulse along # is maximal for a collinear configuration and

o b D Sy,
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Fig. 7. Kinematic model vcomputations for K+ CH;l. Shown are the (A) opacity function P(b)
vs. b/d, (B) the angular distribution P(k’ - k) = (d2og /dzw)/ g vs. cos 6 = k' - k, and the distribu-
tions of reactive reactants in #- k = cos p (C) and in 7+ R =cos (D) at three collision energles

(a) 0.062 ¢V, (b) 0.135¢V, (c) 0.290 eV. k At the highest energy there can be some recrossing of
the barrier back into the reactants region. This is not incorporated in the model. Hence a strict
interpretation of the results at the highest energy is that they are the distribution for those reactants
that can cross the barner Note that at the highest energy, the distribution in cos y is nearly that
of a ‘painted sphere’,*® namely, nearly constant reactivity within the cone of acceptance. Note
also the shift to more forward scattering as the initial energy is increased. In this and all subsequent

figures, the scalar product of unit vectors is denoted by a round bracket, e.g. (k' k)= k' -
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(a)
-1 0 -1 -1 0 -1
(b)
-1 0 -1 -1 0 -1
(c)
-] 0 1A 0 -1
m (d)
-1 0 S| 0 -1
(r-R) (r-k)

Fig. 8. Kinematic model computations of the distribution of initial orientations of those trajectories
that lead to reaction and are scattered into the indicated angular ranges [a, b], a<cos 8 <b, at
E;=0.135¢V, j=3. Note that the distribution in z =cos p = - k is quite different for sideways
scattering. It is the distribution in 7.k of all reactants that ¢an be selected using orientated
reagents. (k- k): (a) [0.95, 1.00], (b) [0.80, 0.85], (¢) [0.50, 0.55}, (d) [0.00, 0.05].

diminishes with increasing angle of attack. In our approach, there is, however, a second
component of the impulse, along R. The skewing angle B for K+ CH;l is quite large
(ca. 80°) so that the »* axis is rotated with respect to the R axis by only a smalil (7/2-B)
angle (fig. 6). The result is that the impulse I is nearly parallel to the r' axis. Another
way of stating our approach is therefore that it corresponds to an early release. Owing
to the low mass of the departing methyl group a significant fraction of the energy
impulsively released (ca.””’**? sin’ 8), will be available for the products’ translation).

Fig. 7 shows a typical output from the kinematic model for g = 18 and y = 2° at three
collision energies. The opacity function is, as expected, monotonically declining (cf.
the same two energies in fig. 2) and the angular distribution of the KI product is
somewhat more realistic. It still shows the overall nearly linear decline (vs. cos 6 = k' - k)
from its value in the . ackwards direction. Here, however, the initial decline is somewhat
more rounded, as is observed.*® Regarding the distribution cf initial conditions for
those reagents that do react (the so-called’ reactive reactants): The distribution in R - #
is that expected for the linear barrier function used in the computation. Note that when
all products are collected (as is the case here but not in several figures below), the
distribution in #- & is quite similar to that in #- R. The reason is that most reactive
collisions have k nearly (anti)parallel to R.

Note that in fig. 7 and all following figures, the cosine of the angle between two
vectors a, b is denoted by (a- b). In other words, &+ b= (a- b).
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Fig. 9. Kinematic model computations of the correlation between products’ angular momentum

polarization and scattering angle. Shown are the distributions of the KI angular momentum j,

along the direction k of the initial velocity and along the direction perpendicular to the plane of

the collision k A K for the same four angular ranges shown in fig. 8. Note that j’ is essentially
perpendicuiar to the plane of the collision.

In a crossed molecular beam experiment one typically collects only those products
that have been scattered into a narrow angular range. Fig. 8 shows the distribution in
initial conditions for those reactants that reacted and were detected at the indicated
range of cos 6 = k' -k The important point is the distribution in #- k. Even for backwards
scattering we find (not shown) contributions from the entire range of impact parameters.
Hence the distribution in #- k is not uniform up to the cut-off (as would be the case if
only b=0 collisions contributed). Next, note the gradual shift in the 7- k distribution
as the distribution is examined for more forward scattering. While there is no one-to-one
relation between the initial lmpact parameter and final scattering angle, sampling the
k' - k distribution does probe the 7- k distribution.

The angular momentum disposal in the products is shown in fig. 9 for the same
conditions as in fig. 8. To compare with the discussion of Hsu et al. 87 [see also ref. (93)
and (94)], note that their y axis is along k' Ak and the z axis is along k. In general,
and as expected for repulsive release,”’ the product KI angular momentum j' is perpen-
dicular to the scattering plane and at lower collision energies is in the opposite direction
to I'. Note, however, that the details are sensitive to the scattering angle In the forward
direction, j’ is very preferentially arallel tol'. Of course, the scattering is predommantly
backwards, but the width of the k. " [denoted (J ,) m ref. (87)] distribution is very
strongly scattering-angle-dependent. The width of the j « k distribution (= ( ];2» is far
less variable. At higher collision energies, when the scattenng is more forward, j§' is
preferentiaily oriented parallel to /',
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Fig. 10. Kinematic model computations of the distribution of initial orientations for those trajec-
tories that lead to reaction at E;=0.135 eV for several field strengths, V,,. The field voltages (in
kV) are those used in the experimental study®>® of K + orientated CH;].

We turn now to several aspects for the reaction of oriented’********* CH;l. The
distribution of all CH;I molecules with respect to the dlrectlon E of the field W(cos p)
was computed by a Legendre polynomial expansion.’*

W(z) =Y [(2n+1)/2KP.(2))P,(2) ' (34)

where z =cos p and the numerical values of the Legendre moments (P,(z))
1

(Pn(z»Ej W(z)P,(z)dz (35)
are taken from table 1 of ref. (95). As in our previouis study,’® of aligned reagents, we
simulate the orientation of the reagents by weighting the trajectories in accordance with
the distribution (34).

Fig. 10 shows the distribution of reactive reactants at several field values. We
emphasize that in fig. 10, all reactive events are counted, irrespective of the final scattering
angle. What the figure emphasnzes is the essential distinction between the distribution
of the reactive reactants in Fe k, which is subject to experimental control and the
distribution in #+ R which is of !heoret:cal interest. It might appear at first glance that
the distribution of reactive reactants in #+ R should be governed only by the angular
dependence of the barrier to reaction and hence independent of the field. This is not
s0 because the field orientates the reactants. Hence the distribution of all reactants in
7-Ris no longer uniform as it would be in the absence of the field (ie. for randomly
oriented reagents).

We consider that fig. 10 is a clear demonstration of the importance of purely kinematic
aspects.

The angular distribution of reactively scattered KI at different orienting fields is
shown in fig. 11. The different plots are drawn to a common scale so that, for example,
the cross-section is maximal for backwards scattering for V, =2 kV and diminishes for
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Fig. 11. Kinematic model computations of the angular distribution of KI vs. cos 6=k -k for

K +orientated CH;l collisions at E;=0.135eV. The initial distribution of all reactants is as in

eqn (34) with weights appropriate to the experimental conditions®**® and to the indicated rod

voltage, V, inkV). Note the loss of selectivity [i.e. compare the magnitude of the cross-section

dog/d cos 8 for favourable (V> 0) vs. unfavourable ( V,, > 0) orientations] in the more forward
direction.

higher fields. Since®® (cos p)= (P,(z)) is approximately proportional to 1/V,, fig. 11
shows that for the backwards direction the reactivity is monotonically increasing with
the mean orientation.

As the scattering is monitored for more forward direction, the role of the experimental
orientation diminishes, and the reactivity becomes less dependent on V,. This is a
purely kinematic eﬂect; For backwards scattering, the reagent axis should be preferen-
tially oriented along k More forward scattering receives contribution from a wider
range of #-k values, fig. 8. As V, is varied, one can much more readily affect the
distribution of reactive reactants that contribute to backwards scattering. In optical
model terminology, at higher b values, corresponding to the more forward scattering,
there is a wide range of 7- R values that correspond to a given #- k value. A summary
of our computations for oricntated reagents drawn in the manner closest to experimental
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Fig. 12. Kinematic modet computations of the reactivity for favourable vs. unfayourable orientation

of CH;, ! for different scattering directions. The angular range of cos 8 =k k' is (a) [0.95, 1.00],

(b) [0.50, 0.55], (¢) [0.25, 0.30]; @, V,>0; B, V,<0. The largest effect is for Vo =+2kV. The

mean orientation is roughly proportional to 1/V;). For backwards scattering, compare with fig.
3 of ref. (95). Note the loss of selectivity for more forward scattering.

results®®*® is shown in fig. 12. Here, the reactivity is plotted for the ‘favorable' vs.

‘unfavorable’ orientations as obtained by reversing the sign of the field. For backwards
scattering, reversing the (mean) orientation makes much more of a difference.

Conclusions

Considerable insight into the steric requirements of the K+ CH;l reaction was shown
to be provided by the angular distribution in scattering experiments using unoriented
reactants. There are several factors which make the K+ CH;,lI system a particularly
favorable example. Foremost is the simple orientation dependence of the barrier to
reaction: it is essentially linearly increasing with 1—cos y (the approach angle) up to
a cut-off due to the sudden onset of the steric hindrance by the CH, group (fig. 1).
There are many other systems with qualitatively similar features. K+(CH;),CBr is an
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obvious example. Why the K + CF;I system®’ yossibly different remains to be better
understood. Another class of systems predicted” to have strong steric hindrance is the
H-atom transfer as in®® O+ HBr. Here too, we expect a primarily rebound mechanism.
Even the H+ H, exchange reaction has an angular distribution dominated®* by hard-
sphere scaitering. Since also for thxs reaction, the opacity function is determined
primarily by the steric requirements,'® the measured” angular distribution should be
amenable to similar considerations. It would be of particular interest to examine the
reactive scattering of H or of D from HD [¢f. fig. 4 of ref. (1)].

It is unfortunate that we know of no ab initio computation of the orientation
dependence of the barrier for the K+ CH,I reaction or any other reaction with steric
hindrance. We would like to use this opportunity to invite such computations. On our
part, we undertake to make good use of such input.

The examination of the dependence of the scattering cross-section on the orientation
of the reagents has brought forth by a now familiar situation: experimentalists measure
in the laboratory frame of reference while theorists compute in the molecular frame.
The relation between the exgenmental orientation (measured by 7- k) and the theoretical
one (measured by, say, 7+ R) is not one-to-one at all but the lowest impact parameters.
A Monte Carlo simulation is probably the snmplest way of generatmg the distribution
of theoretical orientations corresponding to a glven experiment using oriented reagents.
In this way, the apparent loss of steric selectivity® for those K + orientated CH;1 collisions
that lead to more forward-scattered K1 could be accounted for.

We thank Prof. R. B. Bernstein for discussions of reactive asymmetry, Prof. D. R.
Herschbach for his comments on optical models and Prof. J. Ross for raising the question
as to the implications of the angle-dependent line-of-centres model for the optical model
analysis of non-reactive scattering. We thank Dr Y. M. Engel for his assistance with
plotting figures 2-5. This work was supported by the U.S.-Israel Binational Science
Foundation (B.S.F.), Jerusalem, Israel. The Fritz Haber Research Center is supported
by the Minerva Gesellschaft fiir die Forschung, mbH, Munich, BRD.

References
1 R. B. Bernstein, D. R. Herschbach and R. D. Levine, J. Phys. Chem., 1987, 91, 5365.
2 M. Karplus and M. J. Godfrey, J. Am. Chem. Soc., 1966, 88, 5332.
3 N. H. Hijazi and J C. Polanyi, Chem. Phys., 1978, 69, 150.
4 A. Kafri, R. Kosloff, R. D. Levine and S. Alexander, Chem. Phys., 1976, 13, 323.
5 1. W. M. Smith, J. Chem. Educ., 1982, %9, 9; 1. W. M. Smith, Kinetics and Dy ics of El y Gas
Reactions (Butterworth, London, 1980).

6 R. D. Levine and R. B. Bernstein, Chem. Phys. Lett., 1984, 108, 467.
7 R. D. Levine and R. B. Bernstein, Molecular Reaction Dynamics and Chemical Reactivity (Oxford

University Press, New York, 1987).

8 N. C. Blais, R. B. Bernstein and R. D. Levine, J. Phys. Chem., 1985, 89, 10.
9 1. Schechter, R. Kosloff and R. D. Levine, Chem. Phys. Lett., 1985, 121, 297.
0 1. Schechter and R. D. Levine, Int. J. Chem. Kinet., 1986, |8 1023.

1 (a) N. Agmon, Chem. Phys., 1981, 61, 189; (b) N. Agmon, Int. J. Chem. Kinet., 1986, 18, 1047.

2 J. Jellinek and E. Poliak, J. Chem Phys., 1983, 78, 3014; E. Pollak, J. Chem. Phys., 1985, 82, 106;

N. Abu-Salbi, D. J. Kouri, Y. Shima and M. Baer, J. Chem. Phys., 1985, 82, 2650.

13 R. B. Bernstein, J. Chem. Phys., 1985, 82, 3656.

14 R. E. Wyatt, J. Chem. Phys., 1969, 81, 3489; ]. N. L. Connor and M. S. Child, Mol. Phys., 1970, 18,
653; For the bending-corrected linear model see E. F. Hayes and R. B. Walter, J. Phys. Chem., 1984,
88, 3318, and references therein.

15 H. Kornweitz, A. Persky and R. D. Levine, Chem. Phys. Lett., 1986, 128, 443,

16 M. D. Pattengill, R. N. Zare and R. L. Jaffe, J. Phys. Chem., 1987, 91, 5489.

17 G. T. Evans, R. S. C. Che and R. B. Bernstein, J. Chem. Phys., 1985, 82, 2258; G. T. Evans, J. Chem.
Phys., 1987, 87, 3865.

18 J. Alvarino and A. Lagana, J. Phys. Chem., 1987, 91, 5487.




e

(2 g

19

21
22
23

- 49
50
51
52
53
54
55
56
57
58
59
60
61

62
63
64
65
66
67
68
69

70
!
72
73

I. Schechter and R. D. Levine 21

M

oesch, Chem. Phys., 1986, 104, 213; 1987, 112, 85.
. Blais and R. B. Bernstein, J. Chem. Phys., 1986, 88, 7030.

L
H. M. Janssen and S. Stolte, J. Phys. Chem., 1987, 91, 5480.
C

R. Luo and S. W. Benson, J. Phys. Chem., 1988, 92, 1107.
J
ordrecht, 1988, p. 323
D. Levine and R. B. Bernstein, J. Phys. Chem., in press.

T. Su and M. T. Bowers, Gas Phase lon Chemistry, ed. M. T. Bowers (Academic Press, New York,
1979), Vol. 1, Chap. 3; T. Su and M. T. Bowers, Int. J. Mass Spectrom. Ion Phys., 1975, 17, 309.
R. A. Barker and D. P. Ridge, J. Chem. Phys., 1976, 64, 4411; D. P. Ridge, in Structure/ Reactivity and
Thermochemistry of Ions, ed. P. Ausloos and S. G. Lias (Reidel, Dordrecht, 1987).
D. C. Clary, Mol. Phys., 1984, 53, 2; 1985, 54, 605.
1. Schechter, R. D. Levine and R. B. Bernstein, J. Phys. Chem., 1987, 91, 5466.
L. Raff and M. Karplus, J. Chem. Phys., 1966, 44, 1212.
R. A. LaBudde, P. J. Kuntz, R. B. Bernstein and R. D. Levine, J. Chem, Phys., 1973, 59, 6286.
M. Karplus, in Structural Chemistry and Molecular Biology, ed. A. Rich and N. Davidson (Freeman,
1968).
E. F. Greene and J. Ross, Science, 1968, 159, 587.
R. B. Bernstein and A. M. Rulis, Discuss. Faraday Soc., 1973, 55, 293.
R. B. Bernstein, in Recent Advances in Molecular Reaction Dynamics (Aussois, France, 1985).
J. O. Hirschfelder, C. F. Curtiss and R. B. Bird, Molecular Theory of Gases and Liquids (Wiley, New
York, 1964); See also in particular U. Buck, F. Gestermann and H. Pauly, Chem. Phys., 1980, 50, 217
and the appendix by W. H. E. Schwartz and B. Pittel therein.
(a) M. E. Gersch and R. B. Bemstein, J. Chem. Phys., 1972, 86, 6131; see also (b) K. T. Wu, J. Phys.
Chem. 1979, 83, 1043.
R. N. Zare, Ber. Bunsenges, Phys. Chem., 1982, 86, 422.
M. G. Prisant, C. T. Rettner and R. N. Zare, J. Chem. Phys., 1981, 75, 2222,
1. Schechter, M. G. Prisant and R. D. Levine, J. Phys. Chem., 1987, 91, 5472.
S. E. Choi and R. B. Bernstein, J. Chem. Phys., 1985, 83, 3656.
S. Kais and R. D. Levine, J. Phys. Chem., 1987, 91, 5462.
A. Persky and M. Broida, J. Chem. Phys., 1984, 81, 4352.
A. Persky and H. Kornweitz, J. Phys. Chem., 1987, 91, 5496.
N. Sathyamurthy, Chem. Rev., 1983, 83, 601.
H. R. Mayne, Chem. Phys. Lert., 1986, 130, 24.
H. R. Mayne and S. K. Minick, J. Phys. Chem., 1987, 91, 1940.
J. M. Alvarifio and A. Lagana, Chem. Phys. Lett., 1988, 144, 558.
N. Sathyamurthy and J. P. Toennies, Chem. Phys. Lett., 1988, 143, 323.
. Beck, E. F. Greene and J. Ross, J. Chem. Phys., 1962, 37, 2895.
E. F. Greene, A. L. Moursund and 1. Ross, Adv. Chem. Phys., 1966, 10, 135.
M. Harris and J. F. Wilson, J. Chem. Phys., 1971, 54, 2088.
. R. Herschbach, Adv. Chem. Phys., 1966, 10, 319.

H
N
Y.
. N. L. Connor and W. Jakubetz, in Selectivity in Chemical Reactions, ed. ). C. Whitehead, D. Reidel,
D
R.

. Grice and D. R. Hardin, Mol. Phys., 1971, 21, 805.
. L.

Kinsey, G. H. Kewi and D. R. Herschbach, J. Chem. Phys., 1976, 64, 1914.
Karplus and M. Godfrey, J. Chem. Phys., 1968, 49, 3602.

-

E. Roberts, J. Chem. Phys., 1976, 64, 3311.
J. Kuntz, M. H. Mok and J. C. Polanyi, J. Chem. Phys., 1969, 50, 4623.
J. Kuntz, Trans. Faraday Soc. 1970, 66, 576.
P. J. Kuntz, Mol. Phys., 1972, 23, 1035.
M. T. Marron, J. Chem. Phys., 1973, 88, 153.
M. T. Marron and R. B. Bernstein, Impulsive Model for Reactive Collisions, Madison, Wis. TC1 report
70 (1972).

A. Case and D. R. Herschbach, J. Chem. Phys., 1978, 69, 150.

. G. Prisant, C. T. Rettner and R. N. Zare, J. Chem. Phys., 1984, 81, 2699.

M. McClelland and D. R. Herschbach, J. Phys. Chem., 1987, 91, 5509.
D. H. Parker, K. K. Chakravorty and R. B. Bernstein, Chem. Phys. Letr., 1982, 86, 113.
H. Parker, K. K. Chakravorty and R. B. Bernstein, J. Phys. Chem., 1981, 85, 466.
R
E.

D
R
D
R
M
R.
P.
P.
4
D
M
G.
D.
J. R. Eirey, E. F. Greene, G. P. Reck and J. Ross, J. Chem. Phys., 1967, 46, 3295.

S. E. Choi and R. B. Bernstein, J. Chem. Phys., 1985, 83, 4463.

J. Ross and E. F. Greene, in Molecular Reaction Kinetics, ed. Ch. Schlier (Academic Press, New York,
1971). .

R. D. Levine, Quantum Mechanics of Molecular Rate Proceses (Clarendon Press, Oxford, 1969).

I. Rusinek and R. E. Robents, Chem. Phys., 1973, 1, 392.

C. A. Coulson and R. D. Levine, J. Chem. Phys., 1967, 47, 1235.

R. D. Levine and R. B. Bernstein, J. Chem. Phys., 1972, 86, 2281.

- =



RN s il T TR S ——

C -y

e -

22

Stereoselective Reactions

. E. Litvak, A. Gonzalez Urefia and R. B. Bernstein, J. Chem. Phys.; 1974, 61, 4091.
. T. Wu, H. F. Pang and R. B. Bernstein, J. Chem. Phys., 1978, 68, 1064.
. L. Bunker and E. A. Goring-Simpson, Faraday Discuss. Chem. Soc., 1973, 58, 93.
. M. Harris and D. R. Herschbach, Faraday Discuss. Chem. Soc., 1973, 88, 233.
. C. Eu, J. Chem. Phys., 1974, 60, 1178; Chem. Phys., 1974, 5, 95.
. Kaplan and R. D. Levine, Chem. Phys. Lett., 1976, 39, M¥; J. Chem. Phys., 1975, 63, 5064.
. Cabello and A. G. Ureiia, Chem. Phys. Lett., 1975, 38, 255.
. K. Shin, Chem. Phys. Lett., 1975, 34, 546.
Mcnendu, L. Bafiares, J. Alonso and A. Gonzalez Urefia, Chem. Phys., 1988, 120, 273.
. Ureia, Adv. Chem. Phys., 1987, 56, 213.
. Kwei and D. R, Herschbach, J. Phys. Chem., 1979, 83, 1550.
. Kwei, J. A. Norris and D. R. Herschbach, J. Chem. Phys., 1970, 52, 1317.
. Rulis and R. B. Bernstein, J. Chem, Phys., 1972, 57, 5497.
. Y. Hsu, G. M. McClelland and D. R. Herschbach, J. Chem. Phys., 1974, 61, 4927.
. Beuhler Jr and R. B. Bernstein, J. Chem. Phys., 1969, 81, 5305.
Isum and R. G. Gordon, J. Chem. Phys., 1982, 76, 3001.
mith, J. Chem. Phys., 1959, 31, 1352,
u'schfelder, Int. J. Quant. Chem., 1969, I1IS, 17.
Ka , E. Pollak, R. Kosloff and R. D. Levine, Chem. Phys. Lett., 1975, 33, 201.
. Maltz, N. D. Weinstein and D. R. Herschbach, Mol. Phys., 1972, 24, 133.
. A. Case and D. R. Herschbach, Mol. Phys., 1975, 30, 1537.
olte, K. K., Chakravorty, R. B., Bernstein and D. H. Parker, Chem. Phys., 1982, 71, 353.
olte, Ber. Bunsenges. Phys. Chem, 1982, 86, 413.
R Brooks, Science, 1976, 193, 11.
. G. McKendrick, D. J. Rakestraw and R. N. Zare, Faraday Discuss. Chem. Soc., 1987, 84, 8l8.
. Gotting, H. R. Mayne and J. P. Toennies, J. Chem. Phys., 1986, 85, 6396.

O-lF'-mz::Q
win

g

-~

WF""’V’UO>“'H"WU>OO>Z=>:w’UKI
w2

RS RERE8 2 8RRV 2B IAIFIR

Paper 8/03405B; Received 12th August, 1988

—a e



J. Chem. Soc., Faraday Trans. 2, 1989, 85(0), 000-000 2 4 /1 0

Stereochemical Influences in Atom-Triatomic Collisions

Zeyad T. Alwahabi, Carmel G. Harkin, Anthony J. McCaffery*
and Benjamin J. Whitaker
School of Molecular Sciences, University of Sussex, Brighton BN1 9QJ

High-resolution dispersed fluorescence spectra from NH; in the electroni-
cally excited A 2A, state have been obtained. Single quantum-state excitation
using a tunable ring dye laser was employed and rotational energy transfer
(RET) in the excited vibronic manifold was studied. Analysis shows that
angular momentum based propensity rules are much more successful at
predicting RET relaxation rates than are those based on the energy transfer.
The results are interpreted with reference to the molecule-fixed axis system,
and this allows us to work backwards to the incoming particle trajectory.
Thus we obtain information about the stereochemistry of the NH, (?A,)+H
interaction.

Collisionally induced transitions between the rotational levels of small molecules,
particularly diatomics, have been exiensively studied in recent years.'” Of particular
interest to us have been the attempts to formulate simple expressions for rates of
rotational energy transfer (RET).>* The motivation for this lies in the ubiquitous nature
of rotational relaxation in gas dynamics, and that an understanding of many important
processes, for example cluster nucleation, requires the ability to calculate rotational
relaxation rates quickly and efficiently. Full quantum-mechanical calculations are time-
consuming and expensive, even for diatom-atom scattering, owing to the rapid computa-
tional explosion as the number of open rotational channels increases. Approximations,
such as the infinite-order sudden (10S), which decouple the scattering equations, have
been very successful in predicting ‘scaling’ laws for RET.” More recently several
semiempirical ‘fitting’ laws have been proposed,’® and there has been considerable
speculation as to their physical origin.® In particular it has been suggested that angular
momentum constraints may be more important than energetic constraints.” In diatom-
atom systems, however, this distinction is not clear cut since the transferred energy,
|AE|, scales as the transferred angular momentum, |/}, and thus the question was
unresolved until now.

The study of atom-triatomic molecule collisions offers several interesting new
possibilities which offset the obvious additional complexities in spectra and inter-
molecular potential. The most important of these is the existence of molecule fixed
projections of the rotational angular momentum that are spectrally resolvable. In a bent
triatomic or asymmetric-top molecule the rotational energy levels form stacks associated
with the angular momentum, N, and its projection onto tv:o of the molecular axes.
Although the internal projections are not simultaneously rigorous quantum numbers,
they do form a very valuable basis for spectroscopic identification and more relevantly
here, for visualising the molecular dynamics of scattering experiments.

Using high-resolution spectroscopic selection and detection techniques it is straight-
forward to isolate collisional processes which change the angular momentum vector
and only one of the internal projection quantum numbers. In this way one is in effect
sampling planar slices of the intermolecular potential. Thus experimentally one may
isolate different aspects of the intermolecular potential by the simple device of fully
spectroscopically resolving the initial and final states.

1




2 Stereochemical Influences in Atom- Triatomic Collisions

The particular system we have chosen to study is that of NH,+H. Aside from the
intrinsic interest in NH, for the role it plays in atmospheric, interplanetery and combus-
tion chemistry the radical is also an archetype of the Renner-Teller interaction. Thus
NH, is unusual and spectroscopically complicated. Two particular points are important
here. First, because NH, is a radical, the electronic states involved in the transitions
of interest are both doublets and thus each rotational level is split through the effect of
the spin-rotation interaction. An important consequence is that for open-shell collision
partners we are faced with scattering on two distinct surfaces (singlet and triplet).
Secondly, NH, is an asymmetric rotor, and consequently, as briefly discussed above,
the rotational levels are split into a number (2N + 1) of sub-levels which depend on the
relative orientation of the angular momentum vector to the molecule-fixed axis system.
These states are usually labelled N, . , where k, and k. refer to the projection of the
angular momentum (excluding spin) onto the a and c axes of the molecule. We will
see later that this will have important consequences when we consider rotational energy
transfer between these levels.

The difficult and complex problem of collisional energy transfer of an open-shell
molecule with an open-shell atom was first tackied by Shapiro and Kaplan'' for the
OH + H system, and for the NH, + H system by Dixon and Field.'? In the latter paper
rotational relaxation rates were interpreted in terms of the distorted-wave Born approxi-
mation which gave a semiquantitative fit to their experimental data.'’ Rotationally
resolved fluorescence intensities were used to obtain relative rates of transfer from
initially populated levels. Propensities such as: |AN|<2, and Ak, =0, 2 (with Ak, =0
for AN =2) were observed for the NH,+ H,/He system.t A correlation between the
spin of the initially populated state and the collisionally populated state was observed
for the ortho states, and consequently H atoms were thought by these authors to be the
dominant collision partner. In contrast He atoms were thought to be responsible for
collisional transfer between the para states. Subsequent time-resolved experiments, '
verified the |AN| =<2 propensity rule and suggested that cascading (multiple collisions)
might be responsible for the larger AN changes.

Somewhat earlier Kroll'* had also observed energy transfer between the rotational
levels in the ’A, state of NH,. Although the collision partner was unspecified, Kroll
found a significant retention of molecular orientation, in the laboratory-axis frame, after
RET. A more systematic study at higher resolution of this polarisation transfer was
later undertaken in our laboratory,'®" the results of which were interpreted in terms
of an extended version of the perturbation treatment proposed by Dixon and Field. '

Experimental

The experimental arrangement is illustrated in fig. 1. NH, (amidogen) radicals were
produced in a flow-reactor following the reaction of H atoms with hydrazine (N, H,).
The reaction chamber consisted of a quartz discharge tube and a Pyrex flow-line equipped
with gas inlet jets and observation/excitation ports fitted with fused silica windows.
The observation cell was arranged so that laser-induced fluorescence could be detected
either orthogonally to, or coaxially with, the excitation axis. The d.scharge tube and
flow-line were etched with ca. 15% hydrofiuoric acid for ca. 25 min prior to use in order
to diminish radical destruction on the walls. The reactor was pumped by means of a
double-stage rotary pump with a displacement of 80 m*h~' (Edwards model E2M 80).
The H atoms were produced by microwave discharge at 2.45 GHz (Microtron model
200). In our initial experiments a gas mixture of H; in He (with a dilution of ca. 1:5)
was used; however, in later experiments the H,/He mix was replaced by water vapour,
where it was found to produce more controllable experimental conditions and allowed

t NH;, can be produced by the reaction of hydrazine with the products of a microwave discharge in H,/He.
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Fig. 1. The experimental set-up.

mirror

us to work at lower pressures. In both cases the total pressure in the flow line, as
measured by a capacitance transducer downstream of the reaction zone (MKS Baratron
model 222), was 1.5-2.0 Torrt for the H,/He mix and ca. 0.6 Torr with water vapour.
Hydrazine, 98% pure as supplied by Aldrich, was contained in a glass ampoule from
where it was fed to the reactor inlet jet via PTFE tubing. The flow was controlled by
a needle valve.

The reaction of H atoms with N,H, results in hydrogen abstraction:

H+N,;H, — H,+N,H,. (n

The NH, radicals are believed to be produced by subsequent reactions of the N,H;
radicals with H atoms.'®'" A green flame is observed at the contact point which was
found, on spectroscopic analysis, to be due to N¥, and probably arises from the
recombination reaction of NH radicals. The NH radicals are in turn most probably the
result of NH, recombination to yield NH and ammonia.

The output from a continuous-wave tunable dye laser (Coherent model 699-29) was
directed so as to cross the flow tube ca. 10cm downstream of the hydrazine inlet jet.
The dye laser is controlled by a microcomputer (Apple lle) which is connected to an
integral wave-meter assembly. Thus it is possible to control the absolute wavelength of
the laser to 4 parts in 10’ (£0.007cm™'). The spectral width of the dye laser (ca.
0.0003 cm ') was two orders of magnitude smaller than the Doppler width of NH,

t 1 Torr = 101 325/760 Pa.
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4 Stereochemical Influences in Atom-Triatomic Collisions

under our experimental conditions (0.054 ch" at 300 K). Transitions to the (0,9, 0)
and (0, 10, 0) vibrational manifolds of the A %A, first electronically excited state from
the (0, 0, 0) manifold of the X 2B, ground state lie in the tuning range of rhodamine
6G. Excitations to individual rotation levels were assigned by monitoring the total
laser-induced fluorescence using a photodiode attached to one of the optical windows
of the observation cell, and scanning the frequency of the dye laser. Line positions
were found to be in very good agreement with the published tables of Dressler and
Ramsey.?® The narrow linewidth of the laser allowed excitation into each spin component
of any given rotational level, J= N £1/2, in turn.

Once a transition had been assigned the fluorescent light was collected by a lens
and dispersed through a 3 m double-grating Czerny-Turner monochromator (Spex model
1402). The gratings of this instrument were replaced with ones of 1800 grooves mm ™'
giving a dispersion of 4 A mm™'. The dispersed fluorescence fell onto a Peitier cooled
photomultiplier turbe (EM19863B/100: S20 spectral response) and was detected by
photon counting electronics (Brookdeal model SC1). The photon counter and mono-
chromator were interfaced to a micro-computer (Atari model 1040ST) which collected
and stored the dispersed spectrum.

Two different experimental geometries were used in this study. In order to detect
the degree of circular polarisation, C=(I,—1_)/(l1,+1.), the fluorescence was
measured coaxially to the laser-beam propogation axis. In this case the output from
the dye laser was first directed through a prism monochromator (Anaspec model 300S)
to remove any background dye laser fluorescence before being passed through a linear
polariser and then a Fresnel thomb. The resultant circularly polarised light was then
focused into the flow-reactor through one of the optical windows. The resultant fluores-
cence was collimated with an f 1.5 lens and passed through a photoelastic modulator
{Morvue model PEMSF4) driven at 50 kHz and an analysing polariser before being
focused onto the entrance slits of the monochromator. Further details can be found
elsewhere;?' however, the net resuit of this arrangement is to produce a modulated
signal at the detector such that in one arm of the modulation cycle the signal is
proportional to I, while in the other it is proportional to I_. The photon counter can
be operated in synchronous sampling mode so that these two signals could be recorded
separately and the sum and difference easily computed and displayed.

In the second experimental arrangement the degree of linearly polarised fluorescence,
P=(I,~1.)/(I;~1I.), could be obtained. In these experiments the Fresnel rhomb and
premonochromator were removed from the optical train, and the fluorescence was
collected orthogonally to the excitation axis. The driving frequency of the PEM was
also changed to 100 kHz to provide full-wave polarisation modulation. An additional
advantage of this optical arrangement was that it was possible to observe the resonance
fluorescence.

One final experimental consideration is that as a free radical the molecular g factor
is quite large and Hanle depolarisation of the fluorescent light by magnetic fields is
casily observable for modest field strengths (ca. 0.5 mT).”* In order to guard against
these effects a set of three pairs of Helmholtz coils (average diameter 30 cm) were
consiructed around the abservation cell. The field at the centre of the coils was measured
with a magnetometer (Schonstedt Instruments model DRM1) and nulled to +1 uT by
varying the current in each pair of coils independently. In point of fact, for our particular
laboratory orientation, the effects of the earth’s magnetic field on the polarisation of
the laser induced emission appear to be negligible.”

Results

We have studied rotational energy transfer between a large number of states in the
(0,9, 0) and (0, 10, 0) vibrational manifolds of the A 2A, state of NH, and NHD. Here
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we wish to present results for excitation into the (0,9, 0) = stack (i.e. states with k, =0),
where we have made a systematic study of the relative rates of population, orientation
and alignment transfer as functions of initially excited quantum number (including
electron spin), and nuclear-spin symmetry. A typical dispersed fluorescence spectrum
is shown in fig. 2. The signal-to-noise ratio on some of the resonance lines is greater
than 3000: 1. In general line strengths for excitation into the ortho levels are three times
stronger than for the para levels because of the nuclear-spin statistics. As can be seen
from the spectrum the spin-splitting in the A levels (i.e. k, =2) is well resolved, while
for fluorescence from the X states, where the splitting is ca. 0.2 cm ™', typically only a
single line is visible owing the limited instrument resolution (ca. 0.3 cm™).

The results for population transfer are presented in tables 1-3. The tabulated results
were divided into two sets according to whether the rotational transfer is to a state in
the same k, stack or crosses stacks. For each initial level Ny, two sets of data are
presented according to the initially excited spin component (except for the case of
excitation into the 0y, level, where there is only one spin level). In order to obtain
relative transfer rates from the fluorescence spectra the spectral line intensities must be
taken into account. The computer program AsyMRoT of Birss and Ramsey”® was used
to calculate the transition strengths, from which we deduced the relative populations
of the collisionally excited levels.

The concurrent use of polarised light allows us to select simultaneously both space-
and mole-fixed axes. This comes about because polarised light will selectively excite
the (degenerate) magnetic sub-levels of the selected rotational state, creating a distribu-
tion which for single-photon excitation is completely described by its first three Legendre
moments. The state multipole moments are known as population, orientation and
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Fig. 2. Typical spectrum showing the dispersed fluorescence following excitation of the
(A 0,9, 0)35(J = 3.5) level from (3B, )(0, 0, 0)3,,.
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Table 1. Relative populations for intra = stack and inter £ — A rotational energy
transfer following P excitation of the Oy level of the %A, state

radiative relative
excitation transition population
0g0 + 150 2A,-%B, {1/ % AE/cm™! J.,=0.5
2 stack 000-1,0 0.00 0.00 1.000
202-3)2 2.45 54.26 0.137
do4-514 447 181.78 0.018
A stack 2,0-1"° 245 -99.75 0.130
: ~104.25 0.050
3327245 3.46 —43.03 0.030
-46.33 0.020
4,,-3,, 4.47 30.36 0.025
27.41 0.020

The relative populations of the collisionally populated states have been deduced from
the line strengths of the observed transitions. Fitting these data against (/| using eqn
(3) gives: a=0.97,b=-097, R=-097. The exponential-gap law, ky, , _.~n; .=
a exp (—b|AE|), gives: a=0.14, b=-0.011, R = —-0.43, where a and b are’ the Tree
parameters and R is the correlation coefficient.

alignment. Experiments with circularly polarised light are mainly sensitive to the
orientation, while linearly polarised light predominately probes the alignment. The
linear polarisation ratios for transfer out of the 2, state are given in table 4. In table
5 we show the results for circular polarisation following transfer out of the 3, level.

Discussion

The rotational energy fevels in the (0, 9, 0) vibrational manifold of ’A, of NH, are shown
schematically in fig. 3, in which the spin splittings have been much exaggerated, although
the ordering of the states is correct. Now referring to fig. 3 it is apparent, for example,
that the 5,; level lies close to the 3y, level, in fact the energy gap is only 14cm™". If

Table 2. As for table 1, but for Q excitation of 1,

radiative relative relative
excitation transition population population
loy < 1y 2A,-2B, |1/ & AE/em™ J..=05 J.=15
3 stack 10,21y 0.00 0.00 1.000 1.000
303-412 2.13 90.75 0.084 0.080
A stack 2:-3y 2.00 ~117.52 0.070 0.060
-122.12 0.100 0.106
345, 2.60 -62.24 0.036 0.025
-65.711 0.049 0.057
45,-533 .27 13.79 0.0:1 0.015
11.0§ 0.016 0.023
523-633 4.21 106.17 0.009 0.005
103.34 0.007 0.007

Fitting these data against |I| using eqn (3) gives for J,, =1.5: a=1.01,b=-1.15, R =-0.99, and
for J,=05: a=1.03,b=-120, R=-099. The exponential-gap law gives for J,=15: a=
0.16, b= ~0.014, R = ~0.42, and for J,, =0.5: a=0.15, b= -0,016, R = -0.44,
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Table 3. As for table 1, bui for Q excitation of 3,

radiative relative relative
excitation transition population population
303+ 313 2A,-’B, [/ 4 AE/cm™! J.=25 J=35
3 stack loi-211 2.13 ~90.75 0.270 0.250
303413 0.00 0.00 1.000 1.000
S05-615 221 164.37 overlapped 0.140
To1-817 4.10 405.57 0.002 0.003
A stack 201-3n 292 —-208.27 0.040 0.070
-212.87 0.080 0.060
351-45, 2.97 -152.99 0.030 0.090
—-156.46 0.080 0.070
43533 2.20 -76.96 0.019 0.072
-79.70 0.065 0.042
5,3-633 3.11 15.42 0.009 0.023
12.59 0.020 0.010
635735 4.5 136.37 0.001 0.009
133.92 0.005 0.010

Fitting these data against |/| using eqn (3) gives for J,, =3.5: a=1.10, b= -1.13, R=~0.90, and
for J,=2.5: a=1.16,b=-121, R=-0.92. The exponential-gap law gives for J,=3.5: a=
0.13, b = -0.006, R = —0.35, and for J, =2.5: a=0.12, b = -0.007, R = —0.34.

energetic considerations were dominant one would expect efficient energy transfer on
collision between these two states, since the cell temperature in our experiments, as
determined from lineshape analysis, is 300 K. Examination of table 3, which presents
the data for excitation into the 3,; spin doublets, shows that this is not the case. In fact
the relative populations of the 5,, spin states are ca. a factor of four smaller than those
of the 2,, states, which lie ca. 210 cm ™' from the laser-populated level. This is not simply
an isolated example. Exponential-gap law** plots for all the population-transfer data
presented in the tables show very poor linear correlation coefficients (see table captions),
and clearly some other mechanism is at work.

Some insight into what is going on may be gleaned from the study of Orlikowski
and Alexander of rotational energy transfer between the spin-orbit states of NO following
collisions with Ar atoms.”® As with NO in NH, one is faced with several stacks of
rotational states within any given vibrational manifold; in the case of NO these are the

Table 4. Linear polarisation ratios following Q excitation of 2,,

radiative linear linear
excitation transition polarisation polarisation
202+ 210 2A,-7B, I h AE/em™ J.=15 =25
2 stack 0o0-110 2.45 —54.26 0.25+0.09 1.78 £0.05
202-2,3 0.00 0.00 18.67+£0.84 242528
A stack 2;0-2y2 2.83 -154.00 2.25%2.1 247+23
3-30, 2.08 -97.29 0.86+0.05 451+1.4
3,-3% 2.08 -98.49 425+28 6.95+2.2
4,,-45, 2.86 -22.46 6.24+1.9 11.12£24
4,,-4,, 2.86 -23.90 6.27+0.5 3.75£1.6

Note that the ratios here are given in %, and not as defined in the text. Data are only presented
for fluorescence from the same spin state as J,,.
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8 Stereochemical Influences in Atom- Triatomic Collisions

Table 5. Circular polarisation ratios for R excitation of 3.,

radiative : circular . circular
excitation transition polarisation polarisation
303 — 21 2A,-%B, 7] AE/cm™ J.=2.5 J =35
X stack 1o~ 2.13 —90.75 10.6+2.50 15.2+3.50
1o1i-24 2.13 -90.75 8.3+2.00 11.6+£2.00
303-33: 0.00 0.00 16.6+2.5 29.6+4.0
303-443 0.00 0.00 -13.1x1.0 -10.4+0.7
303-313 0.00 0.00 16.8 £0.50 19.5+0.50
A stack 2,-1n 292 ~210.50 13.04+2.0 23.6+3.0
2;-21, 2.92 -210.50 overlapped 20.6+0.4
3-313 2.97 -154.71 154£0.2 13.5+0.4
4,,-4,, 2.20 -71.56 overlapped 15.2+0.2
4,5-3,3 2.20 -717.56 19.4+2.5 24.2+0.6

Ratios are given in %. Data are only presented for fluorescence from the same spin state as J,, .

two spin-orbit states separated by 123 cm ', in NH, these are the Renner-Teller-coupled
k, states (£, A etc.). The authors were able to derive scaling laws for the intra- and
inter-stack energy transfer in NO based on the properties of the angular momentum
coupling coefficients which showed that for transfer between spin-orbit states, at least,
vector-coupling considerations dominated energetic considerations.

For NH,, as for any asymmetric rotor, the angular momentum vector of the nuclear
frame can be projected onto any two of the molecular axes, and the magnitude of the
angular momentum transferred on collision, |{|, will not scale simply with |AE] as it
does in diatomic molecules. This is illustrated in fig. 4. The diagram illustrates the case

17300 ~
7, ==——==g
6, =——==1¢
'E , Soy ==mmm—= g
S 17000
L e
oy ==
$ H] [4
23 0 20
3 ==
202 P oa, P 4y o
for ======m=== o
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3 0 3 [
J 2” [ 21| )
16600

Fig. 3. Energy-level diagram for the £ and A states of NH, in the (0,9, 0) vibrational manifold
of the 2A, state.
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Fig. 4. The molecular-fixed projections of the 34; and 5,; level. The vector I is the transferred
' angular momentum.

discussed above, that is collisional transfer from 34, — 5,;. The collisionally transferred
angular momentum can be obtained from geometrical considerations, and is given by:

P==2(N*+N-kI—kHVHN"+N' =k} -k)"?
+ N2+ N -2k.k, —2kk.+ N+ N". 2)

Since the energy-gap law gives a poor fit to rate constants for transferred population it
is of interest to see how these scale with the transferred angular momentum, |/|. In
contrast to the case for transferred energy, scaling with transferred angular momentum,
according to an inverse exponential law, .

kn, , —ni . = a exp (=bilf) (3)

is found to give an excellent fit to a wide range of data. The correlation coefficients for
this law are given in the tables. All the data presented here can be accounted for with
the parameters a = 1.06 +0.07 and b=1.13+0.08 with a reduced x? of 0.3. However,
an additional point needs to be made. In the analysis we have only considered data
for like spin doublet components. That is if the state J = N +3} was excited we have
tried only to fit data for transfer to the state J'= N'+3 and vice versa (for intra X stack
transfer, where relative transfer rates of the spin components cannot be resolved, we
have simply assumed that A M = 0 makes the dominant contribution). When the electron
spin is explicitly included the calculation of |/| does not correctly predict the spin-
branching transfer. This result can only be explained in terms of a spin-correlated
interaction potential (i.e. an open-shell collision partner). The fact that the results are
independent of the source H atoms indicates that hydrogen is the dominant collision
partner in both ortho and para levels.

Using a hard-sphere approximation ca. 20 collisions would be expected during the
radiative lifetime (ca. 10 us*’) of excited NH,; in fact, rather more than this are likely
to occur since the cross-section for rotational de-excitation will be somewhat larger than
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10 Stereochemical Influences in Atom- Triatomic Collisions

gas kinetic. It may therefore be argued that our experiment does not give nascent
rotational distributions, but the result of cascading as suggested by Dearden et al."™*

For a number of reasons we do not believe that we are observing multiple collisions.
The first of these may be found by examing the NH; surface, illustrated in fig. 5. Recent
calculations® are in very good agreement with experiment,” and the surface is believed
to be very accurate. An important feature of the surface is the existence of a conical
intersection for H atoms approaching along the b axis of ’A, NH,. The N—H distance
at which the cusp occurs is highly dependent on the H—N—H bond angle. The situation
illustrated in fig. 5 is for HNH=120°. For linear NH, the ?A, and °B, states are
degenerate (correlating to a ’II state) and the conical intersection occurs at ry_y = 0.
The vibrational period of the (0,9, 0) states is estimated, assuming no anharmonicity,
to be ca. 6 fs, which is two orders of magnitude smaller than the flight time of an H
atom at 3-)K through a 1 nm diameter interaction zone (400 fs), so that during the
interaction the H atom will sample many different forms of the surface, and is highly
likely to meet the cusp. The rapidly changing topology of the NH,+ H surface is an
unusual situation (quite unlike the interaction potential of a vibrating diatomic and an
atom). Classical trajectory studies by Dixon*® show efficient quenching on the
(’A,)NH, + H surface, so it is likely that the majority of collisions transfer molecules
non-radiatively into ground-state species either reacting to form NH; or quenching to
(*B;)NH,. This would leave in the excited state just those molecules that have undergone
essentially single-collision events.

Further evidence for this proposal comes from our polarisation data. The polarisation
of the emitted light observed in the resonance lines is near to theoretical, and significant
polarisation is observed in the transferred features (see tables 4 and 5). These observa-
tions are obviously inconsistent with a large number of collisions per excited state
lifetime. Furthermore, the polarisation ratio appears to increase as the pressure in the
cell increases.

What is unique about scattering studies of asymmetric rotors is the ability to
back-project to the sub-set of trajectories, in the molecular frame, responsible for a
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Fig. 8. The potential energy surfaces for the A (a) and X (b) states of ammonia. Contour levels

are in cm™' from the ground (’B,) state of NH, drawn from the data of ref. (28). The NH,

fragment is taken to have a bond angle of 120° and a bond length of 2.0 bohr. The angle 9 is

relative to the plane spanned by the NH, group. The triangle marks the point of conical intersection
between the two surfaces.
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particular transition. The correlation between ! and the rotational relaxation rate is
important because, being a vector quantity, the transferred angular momentum has
direction as well as magnitude. Consequently in a collision between an H atom and an
amidogen radical which results in RET with a given vector ! a unique trajectory (or at
least a sub-set of trajectories) can be ascribed to the incoming atom. Thus the experiment
is capable of giving direct and accurate information on the fundamental stereochemistry
of the interaction.

Molecules in the = stack are rotating about the ¢ axis. Collisions with H atoms
moving in the a-b plane will lead to intra-stack transfer, while collisions with atoms
moving predominantly in the b-c plane will lead to inter-stack (2 — A) transfer (see
fig. 6). Unfortunately we do not know the topology of the surface for approach in the
b-c plane. Some of our data, however, show that these latter collisions are more
depolarising than those in the a-b plane, although not consistently so. The evidence
from the population-transfer study indicates that there is essentially no difference
between the rates of inter- and intra-stack transfer; however, there is some evidence to
show that the spin-branching ratio is larger for inter-stack transfer, which we tentitively
propose might be explained by the triplet surface lying closer to the singlet in the b-c
plane. Further work is in progress, particularly with regard to the interpretation of the
polarisation data.

(a)
<

€

(c)

s

Fig. 6. The stereochemistry of the (*A,)NH,+H as probed by laser-induced fluorescence. (a)

N, k,-changing collisions (rotation in the b-c plane about the a axis). (b) N, k,, k.-changing

collisions (rotation in the a-c plane about the b axis). (¢) N, k.-changing collisions (rotation in
the a-b plane about the ¢ axis).
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12 Stereochemical Influences in Atom- Triatomic Collisions
Conclusions

Asymmetric-top molecules have a unique role to play in collision dynamics by virtue
of the rotational levels possessing molecule-fixed projections of the angular momentum
vector. In cases where the quantum states are spectroscopically resolvable, laboratory-
fixed axes may be unambiguously tied to those fixed on the molecule by o, ..cal excitation
and then identified after collision bg' high-resolution spectroscopic detection.

A study of energy transfer in (“A,) NH,+H collisions has been presented and a
feature of this molecule is that full spectroscopic resolution of quantum levels, including
spin, is feasible. A wide range of rotational energy-transfer results have been obtained
and it is clear that by comparison with diatomics, the behaviour is anomalous with no
apparent scaling relationship for rotational relaxation rates to transferred energy.
However, the relationship with transferred angular momentum is very close and a
momentum-gap law provides a quantitative fit to all our data. The key parameter in
this law is the angular momentum transferred on collision. The magnitude and direction
of I may be calculated from simple geometric considerations given values of N, k,, and
k. for the initial and final states. Specific values of ! can only arise from a limited set
of H-atom trajectories and thus the possibility arises that sets of N . -resolved collision
dynamic data may be used in conjunction with simple trajectory calculations to build
up an intermolecular potential in at least two orthogonal planes, giving genuine
stereochemical information.

Polarisation data augment this treatment and yield greater insight through the
retention or loss of correlation by collision. Furthermore, spin-branching ratios are an
indicator of the importance of the triplet surface. Both of these aspects of this problem
will be addressed in forthcoming publications.
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Orbital Orientation in van der Waals Reactions

C. Jouvet, M. C. Duval, B. Soep,* W. H. Breckenridge and C. Whitham
Laboratoire de Photophysique Moleculaire du CNRS, Bat. 213, Université de Paris sud,
91405 Orsay Cedex, France
J. P. Visticot
Service des Atomes et des Surfaces, C.E.N. Saclay, 91191 Gif sur Yvette Cedex, France

Excited-state metal-molecule reactions [Hg(*P,) + H,, Ca('P,) + HCI] have
been studied within the complexes formed by the reactants. Under these
conditions specific aspects of orbital orientation within the molecular frame
are exemplified.

The reactivity of aligned atoms or oriented molecules is expected to depend strongly
upon the direction of the orientation with respect to the intermolecular axis.'” In
addition when there exists more than one exit channel for the reaction, changing this
orientation can also change the branching ratio to these various exit channels. Rettner
and Zare, in a beam-gas experiment, have shown an important effect of the laser
polarisation in the reaction of Ca(4s4p'P,) with HCI;>* the laser polarisation orientates
the Ca 4p orbital in the calcium beam with respect to the target HCI gas. Specifically
they have shown that the perpendicular alignment of the Ca 4p orbital perpendicular
to the direction of approach (p=) enhances the production of the CaCl(A II) state,
while the CaCl(B ’%") product is favoured by a parallel approach (po). The memory
of this preparation will, however, be best conserved in the case of collisions with impact
parameters close to zero.

In turn we have chosen to proceed to excited-state reactions where the orientating
field is the molecular field induced by the van der Waals interaction of the reactants,
i.e. generating an orientation in the moleculan frame of the complex. The principle of
the experiment is to form a metal-molecule complex in a supersonic expansion, in a
state which correlates with the ground state of the metal. Then the complex is promoted
to the reactive surface by a tunable laser in the vicinity of the atomic transition, the
metal being considered as the chromophore. The dynamical evolution of the excited
complex on a definite excited surface leads to the formation of the products. The optical
excitation will select out a surface of a given symmetry, thus influencing directly the
course of the reaction. Moreover, the selection obtained of the initial geometry may
lead to an important change in the product-energy distribution.® Another aspect of the
selectivity as offered by van der Waals complex reactions, the mechanical orientation
of the reactants, has been developed by Wittig and co-workers.*

In the Hg(°P,)-H, system the reaction rate depends strongly upon the accessed state
corresponding to a different Hg(6p) conﬁg’uration (’Z or *[1) and this behaviour has
been confirmed by theoretical calculations.

The Ca(4s4p'P,)-HCI system has also been studied in a complex, in the optical
domain close to the calcium 'P, line, but no marked effect of the optical preparation
has been observed on the chemiluminescent state A or B of CaCl. This is explained
using the model of Rettner and Zare™*,

Experimental

The technique uses laser spectroscopy in a supersonic jet, which was developed ten
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2 Orbital Orientation in van der Waals Reactions

years ago by Smalley et al® Briefly, the reaction partners are expanded with a rare gas
in a supersonic expansion. A cold complex is obtained after a few millimetres in the
expansion, in a collision-free region. This complex is then excited with a tunable laser
to the reactive surface. The chemical reaction occurs and the products are detected and
analysed by their chemiluminescence spectra (CaCl), or by laser-induced fluorescence
of the product (HgH).

In the case of the Ca-HCI complex the preparation of the complex is more involved
and the experiment (fig. 1) consists of a supersonic pulsed beam coupled to a laser
vaporisation source of the type described by Smalley et al.®® When the valve opens, a
mixture of argon and HCI(1%) starts to flow into a 1 mm diameter channel. Ca. 5 mm
downstream, it reaches a rotating calcium rod where the beam of the second harmonic
of a YAG laser is focused. The laser pulse evaporates the calcium ca. 1 ms after the
opening of the valve at the maximum of the gas flux. Then a short channel, 2 mm long,
leads to the chamber evacuated by a Roots pump (1000 m* h™') and the Ar, HCl, Ca
mixture is expanded into the vacuum, producing condensation of Ca and HC! in a
complex. A second tunable laser crosses the molecular jet ca. 15 mm downstream and
excites the complexes. This second laser is delayed by 30 us with respect to the first,
which corresponds to the time taken by the metal flow to reach the observation region.
The chemiluminescence induced by the second laser is analysed by a small mono-
chromator followed by a red-sensitive phototube and a boxcar integrator.

In the case of mercury-hydrogen complexes the rotational envelope of the excitation
spectrum ensures that 1/1 Hg-H, species are observed. In the Ca-HCI case it is not so
straightforward to ascertain the exact composition of the complex, hence we have chosen
the mildest expansion conditions where the total pressure does not exceed 2 atm? and
the evaporation laser power is smallest. When the evaporation laser intensity is increased

Ar+ HCI

evaporation
——
laser

-

Fig. 1. Schematic diagram of the laser evaporation in the Ca-HCl experiment.
t 1 stm =101 325 Pa.
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the calcium pulse broadens temporally owing to higher metallic cluster formation. We
thus infer that under mild conditions the Ca~-HCl complex is the dominant calcium
complex.

Moreover cold CaCl molecules are present in the X state owing to the reaction of
metastable calcium atoms resulting from the evaporation process with HCl in the channel
prior to the expansion. However, owing to the chemiluminescent nature of the reaction
these CaCl molecules can easily be discriminated from those issued from the reaction.

Orbital Selectivity in the Hg-H; van der Waals Complex Reaction

It is known that, in the gas phase, excitation of the resonant Hg('S,-*P,) transition in
presence of H, leads to the formation of HgH(’Z*) through a direct mechanism.'*"
The quenching cross-section of Hg(’P,) by H, (30 A?) suggested that the reaction in
the complex should be slow enough for a structured intermediate state to be observed
in the region accessible from the ground-state complex.

The reactivity of Hg(’P,) within the Hg-H, complex depends crucially upon the
mercury 6p orbital orientation with the complex axis as we have demonstrated.'*'* The
pw preparation of the reaction provokes a rapid direct insertion of Hg in the H—H
bond, while in the po preparation the reaction is much slower and is indirect.

It is important to mention how straightforwardly the orbital orientation may be
achieved in a complex of a p-excited atom. The combination of the attractive and
repulsive forces between the metal and the molecule result in the formation of two
different electronic states of different energies, depending upon the orbital orientation
of the atomic orbital with respect to the intermolecular axis. On the other hand, in
collisions where rotational momentum is important, as at room temperature, the distinc-
tion between the pm and po excitations may be reduced. Hence reactions within
complexes provide a good and simple means to study orbital stereoselectivity. In the
very simple case of the diatomic Hg-rare gas complexes we have observed these states
on both sides of the Hg(*P,) line, the p state being the deepest state. In Hund’s
case c for mercury complexes the p orbital is not as well aligned as it would be in case
a; the {} = 0 state corresponds to a M state, while the Q = 1 state is a 2 + *[1 combination,
which corresponds to a more on-axis average alignment. In both cases the rotation of
the complex may destroy the orbital orientation. This Coriolis effect will vary with the
ratio of the rotational spacing (2BJ) with the () state separation. At the very low
rotational temperatures achieved in our experiments (ca. 3 K) the coriolis coupling is
much smaller than the electronic gap.

The reaction of Hg(’P,) within the Hg-H,(’P,) complex is a good example (fig. 2).
The action spectrum shown measures the production of the HgH molecule as a function
of the exciting frequency: the rapid reaction in the *I1 ({2 = 0) potential region is shown
by a continuous spectrum, while the structure in the > (Q = 1) region indicates a process
slower than 3 ps.”” Moreover, a low barrier to reaction is observed in the entrance valley
of the *X approach, amounting at least to 100 cm™".'* This barrier is manifest by a direct
dissociation of the complex into Hg(*P,) + H, when the exciting photon provides greater
energy than the Hg-H, *X well. These results have been confirmed by the ab initio
calculations of Bernier and Millé.* They also found that the [T surface in the Hg(*P,) + H,
is attractive and that the reaction proceeds through the lengthening of the H—H bond
followed by mercury insertion at a distance close to 1.5 A, as we observed."* Furthermore
a barrier is also calculated in the other configuration *S (02 =1) but can be traversed
by tunnelling to another surface, leading to the HgH product.

This example shows that the use of the van der Waals technique sorts out the different
potential-energy surfaces corresponding to the 6p orbital orientations, yielding strong
difterences in reactivity. We have sought with the same ideas to investigate the influence
of the orbital orientation on the product state formation in the Ca-HCI system.

NI DLIRP IR IR W P TR AN S

-

PrO




—

el e

4 Orbital Orientation in van der Waals Reactions

~:_Hg'p—'s,
g

-t 3

_ ne=0
Q=1
-
(a)
1
(b)
‘1 1
25¢m”!
«v/cm™!

Fig. 2. (a) Fluorescence excitation spectrum of the Hg-H, complex. (b) Action spectrum of the

Hg-H, complex: the pump laser is scanned while the probe laser is maintained tuned to the bond

head of the 0-0 transition in Hg-H(’Il,,,« ?%*). The blue domain (2 =1) in (b) extends into

the continuum as observed in (a) and the red domain, right of the mercury, line corresponds to
the Q =0 excitation.

The Ca-HCI ('P,) van der Waals Reaction

This reaction is observed in the apparatus described in fig. 1 and the preliminary results
are reported in the following. The efficiency for the tunable laser to produce CaCl* by
excitation of the complex in the spectral domain of the calcium 'P, line is shown in
fig. 3. The resulting chemiluminescence is observed in the red (around 600 nm). The
fluorescence spectrum resulting from the excitation of the complex at 430 nm is given

Ca'P + HCI
] N~

~ S _CaCl Bir+wH
S————- —+— AlN+H

2.7V
I n 2eV

| I
/’ CaCliX) ¢+ H

03ev
Ca's + MOl ~ed-”

Fig. 3. Energy diagram along the reaction coordinate of the Ca('P,) + HCI system.
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in fig. 4. It is compared to the laser induced chemiluminescence spectrum due to the
reaction between Ca(4s4p'P,) and HCI obtained in a beam-gas configuration. The two
spectra present the two characteristic maxima at 620 and 595 nm, corresponding to the
emission of the two states A and B of CaCl.>*'*' The emission recorded with the
laser at 430 nm presents all the characteristics of a chemiluminescence resulting from
the excitation of a Ca-HCl complex. First, the intensity increases with the Ar/HCI
pressure and disappears instantaneously when the valve opening is blocked. Moreover,
no difference is found between the time dependence of this signal and the time evolution
observed when doing direct laser-induced fluorescence of CaCl. This last point is not
only a further proof that the emitting product is CaCl, but it also indicates that this
product is formed instantaneously.

It is important to stress that in order to observe the emission resulting from the
excitation of the Ca-~-HCI complex the experimental conditions have to be carefully
controlled. The evaporation laser produces not only neutral calcium atoms but also
other species which can absorb and re-emit light. For too large an intensity on the
vaporisation laser, other fluorescent signals are observed which can be discriminated
from the known CaCl chemiluminescence displayed in fig. 4. These spurious signals
increase when the background pressure in the main chamber is increased from 107 to
10 mbar. Their origin is believed to be collisions with background gas. This is confirmed
by looking at the time evolution, which shows a slower rise-time than the laser. Moreover,
these signals are maximal for a delay of ca. 50 us instead of 30 us for the 1: 1 complex,
suggesting another heavier precursor. Consequently, in order to see the signal of the
Ca-HCI complex, the laser vaporisation power as well as the delay between the two

4
850 600 650

A/nm

Fig. 4. Chemiluminescence spectra of CaCl. (a) The points correspond to the excitation of the
Ca-HCI complex excited by a laser out of resonance of the Ca line (A =430 nm). The second
spectrum (b) results from the reaction of a calcium atom excited in the 4sdp'P, state with HCI.
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6 Orbital Orientation in van der Waals Reactions

laser pulses has to be carefully chosen to minimise the contribution of these spurious
signals to the Ca-HCI complex chemiluminescence.

Fig. 5 shows the action spectrum of the Ca-HCI complex obtained by tuning the
excitation laser in the vicinity of the resonance line of Ca and recording at the emission
maximum at 620 nm, corresponding to the emission from the A *[1 state. This spectrum,
extending over ca. 1000 cm ™', appears as a broad structureless continuum. No important
differences were observed when monitoring the fluorescence coming from either the A
or B suate.

Such a wide structureless spectrum has been observed in the excitation of the Hg-Cl,
van der Waals complex.'””*® It has been interpreted as a fast reaction without any
activation barrier. This is likely to be the case here considering the large cross-section
of 68 A? which has been measured for the chemiluminescence reaction of Ca(4s4p'P,)
with HCL*

Such a large cross-section has led Rettner and Zare to interpret the reaction between
excited Ca and HCI by a harpooning mechanism.* Nevertheless, it has been shown>*?'
that attachment of an s electron to HCl results in dissociation into CI”+H". The net
effect of this attachment will be the same as for the harpooning reaction, but selective
for the s or po electron. In the interpretation of Rettner and Zare [see ref. (4)], the
covalent Ca('P)+ HCI('Z*) surface crosses successively the Ca*(*S, ’°D, *P)+ HCI (*Z")
ionic surfaces for decreasing Ca-HCI distances. The first crossing, at ca. 3.5 A, is
responsible for the large cross-section. It ends on a symmetrical Ca*(38)+HCI (’2")
ionic intermediate which cannot retain the memory of the initial polarisation. The
conclusion was that the effect of the polarisation on the A/B branching ratio could only
originate from inner crossings in the entrance channel.

If we now consider the excitation of the Ca-HCI van der Waals complex, this process
derives its oscillator strength from the close Ca('S-'P) transition and the direct excitation
of the ionic species should be much weaker owing to the small ionic character of the
ground-state Ca~HCI complex. The absorption of a photon thus excites the complex
to a covalent potential-energy surface [Ca('P)+HCI('S")], and because the surfaces
corresponding to the various orbital orientations are no longer degenerate, the difierent

Ca'P,

23652

1 J i i !
23000 23500
viem™'

Fl,. 8. Action spectrum of the Ca~HCI complex obtained by monitoring the fluorescence of the
A ‘Tl state of CaCl (A =620 nm) while scanning the laser wavelength. The position of the Ca
(48% 'S,~4s4p'P,) resonance line is also indicated.
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orientations will correspond to different laser frequencies (fig. 3). As the typical equili-
brium distance for such a complex would be of the order of 3-4 A, the laser absorption
occurs close to the crossing with the Ca*(*S) + HCI™(®£*) ionic surface and the reaction
is expected to proceed predominantly via crossing. In this interpretation, whatever the
orientation of the state populated by the laser or, equivalently, whatever the laser
wavelength, no difference is expected in the branching ratio between the A and B states
of CaCl because there is only one symmetrical ionic intermediate. Consequently the
observation of a constant A/B branching ratio as a function of the laser wavelength is
consistent with the interpretation of Rettner and Zare.* Furthermore, the complex is
very likely to possess a linear Ca-HCI structure in comparison with the similar HgHCI?
system. Thus the p7 and po orientations yield IT and X states in the complex, and the
fact that the orbital orientation has no effect on the A/B branching ratio does not mean
that the reactivity is the same for o or 7 orientations. Considering the = symmetry of
the ionic surface for a linear Ca-HCl complex, the ionic covalent coupling should be
maximum for the po orientation,”' producing a more intense X transition in the action
spectrum. The coupling of the p orientation with the ionic surface should then occur
through the large-amplitude excursions on the resulting A’ surfaces. On the other hand,
weaker transitions to a delocalised Ca"HCI" ionic state will be searched for in a wide
frequency domain. This may show evidence of a stretched HCI transition state in the
Franck-Condon envelope of the resulting action spectrum. Work is also in progress to
detect other products of the half-collision, such as metastable calcium atoms competing
with the reaction, possibly with different efficiency for the different accessible surfaces
(orbital orientations).

Conclusion

Two examples of the influence of the orbital orientation on the reactivity of metal-
molecule complexes have been discussed and in one of them (Hg+H,) the II/X
orientation modifies the reactivity in an exemplary manner. In the Ca-HCI experiment
no effect is observed in the domain of the calcium 'P, transition in agreement with
Rettner and Zare.*

We have also explored different portions of the reactive surface: far from the transition
state in the Hg-H, case, very close to in the Ca-HCI case, which will lead to further
developments.
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Orbital Polarization and Fine-structure Effects in
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Dissociating Alkali-metal Diatoms
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Time-resolved cooperative fluorescence (TRCF) from electronically excited
dissociating homonuclear diatoms is suggested as a new technique for
studying orbital and spin-polarization effects in fragmented diatoms. The
method is based on a theoretical prediction of a novel feature named here
‘superbeats’. This feature results from a combination of two oscillatory
effects, namely, the ringing oscillations caused by the time variation of the
interference phase between the receding atoms during emission ( P. Grangier,
A. Aspect and J. Vigué, Phys. Rev. Lett., 1985, 54, 418) and the quantum
beats associated with the fine-structure splitting. The time-resolved superbeat
pattern is shown to be sensitive to the amplitudes and phases of the super-
posed states, with different orbital polarization and spin, mixed by adiabatic
and non-adiabatic couplings in the outcome of the dissaciation process.
Qualitative estimates are made, based on a detailed analysis, for the photo-
dissociation of Li,. Under conditions in which rotational effects can be
neglected, the two states 'S, and 3, of Li, are superposed in the final
outcome of the reaction. This should lead to a superbeat pattern dependent
on the amplitude and phase of the superposition. Conditions for the
experimental observability of these features have been studied, showing that
a time resolution of <0.1 ns is required.

1. Introduction

An electronically excited homonuclear diatom dissociating into a pair of open-shell
atoms undergoes a transition from the region of medium-range internuciear separations
(Just above a few A), where the electronic potential-energy curves are dominated by
resonant dipole-dipole interactions, to the long-range region where fine-structure split-
ting predominates. The transition from one region to the other occurs in an interval of
separations that will be denoted by R.(<20 A in Na, and <200 A in Li,), where most
of the non-adiabatic dynamics take place.! These dynamics determine the asymptotic
amplitudes and relative phases of the superposition of fine-structure states into which
the dissociating diatom evolves from a given dipole-dipole eigenstate prepared by the
excitation.

Since most of the fluorescence is emitted long after the fragments have receded away
from the transition region (unless their dissociation velocity is very low), its spectrum
only yields the branching ratios (squared amplitudes) of the different fine-structure
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2 . Time-resolved Cooperative Fluorescence

states in the asymptotic superposition. In order to obtain information on the relative
phases too,and thereby gain more insight into the dynamics, one must resort to measure-
ments sensitive to the coherent interference between the emitting states. As shown here,
time-resolved fluorescence can be the source of such information.

One aspect of the potential usefulness of time-resolved fluorescence was revealed in
an experiment by Grangler et al’ on photodissociated Ca,, in which the rate of
fluorescence exhibited a ‘ringing’ oscillatory pattern. In this case the Ca, diatom is
excited to a dissociative state of ungerade parity ('II,) and evolves into an ungerade-
symmetrized superposition in which one atom is in the excited 'P state while the other
is in the ground 'S state, or vice versa. As the two fragments fly apart, the emission of
this superposition alternates between constructive and destructive interference with an
angular frequency kv, where k is the emission wavevector and v is the separation velocity,
thus forming the temporal ringing pattern. The sensitivity of such patterns to the orbital
polarization and parity of the dissociative state and to separation velocity can be deduced
from a theory of cooperative fluorescence based on a generalized master-equation
approach.’”

The temporal patterns obtained for dimers of closed-shell atoms such as Ca, are
due to emission from one dissociative state only, correlated to one ('P+'S) atomic-limit
state, so that no dynamics are involved in the process. In contrast, when Ca, is replaced
by dimers of open-shell atoms, such as Na, or Li, dissociated by one or two photons,
the atoms evolve into an ungerade or gerade superposition of several doublet states of
the form P +7s, /2, With j= 2 or | values of the angular momentum and Q=0, +1, +2
values of lts projection onto the inter-nuclear axis. In such systems, the interatomic
ungerade or gerade ringing pattern will interfere with quantum beats at the doublet
splitting frequency, 8, associated with the superposed doublet states. The resultant
time-resolved pattern will contain ‘superbeat’ frequencies 8 + ky, in addition to the pure
ringing frequency kv. The sensitivity of this pattern to the amplitudes and phases of
the emitting doublet states and the relatlonshlp of these parameters to the dissociation
dynamics is the key point of our work.®

The choice of an atomic system for the demonstration of such effects is dictated
primarily by the ability to resolve the beat. in time. This makes Li particularly attractive,
because its doublet splitting is so small (8§ =10'"s"'), 50 times smaller than that of Na.
Whereas § is fixed for each system, the ringing frequency kv can be modified by using
different wavelengths for the photodissociating radiation. High velocities (v=10*cms™
in Li,) are preferable for two reasons: (i) the interesting superbeat features become
more distinct as the ringing and beating frequencies become comparable and (ii) the
ringing period becomes much shorter than radiative lifetime, allowing the observation
of several ringing peaks before the signal disappears. At such velocities the system
evolution can be divided into two distinct stages: the preparation stage leading to the
asymptotic superposition state (at separations beyond R_), followed by the emission
stage, extending up to separations of several wavelengths.

2. The Preparation Stage

As an illustration of the ideas discussed above, we consider the photodissociation of a
homonuclear diatom through the Q = 0"channel: 'X},,— P} +7S,,, (j =3, 1). In order
to keep to the selected single channel, two conditions must prevail: (a) Coriolis coupling
(A2 = 1) to other excited electronic states must be precluded. This is achieved by cooling
the diatomic beam so that low values of nuclear angular momentum predominate. For
sufficiently large velocities (v 10° cm s™" in Li,) the Coriolis coupling is then negligible
compared to the radial non-adiabatic coupling.' (b) The {1 =1 dissociation channel
'l'l.,(,, — 2P, +7S,,, should be avoided by selecting 'S, excitation only. The 1'Z] state
in Li, is uniquely selected in the Francke-Condon region upon exciting the ground
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rovibronic state by a Photon whose energy lies between 2.879 and 3.154¢eV. In this
excitation range the 1 'II, state can decompose only very slowly via tunnelling, as seen
from the potential-energy curves.”® The separation velocities attainable in this range
are <5x10°cms™'. Higher velocities can be accessed by exciting the 2 'S] state via
simultaneous absorption of two counter-polarized photons.

Under the conditions specified above, the ', state excited in the Franck-Condon
region is mixed subsequently (by spin-orbit coupling) with the =0 component of
the °I1,, triplet, forming two adiabatic states outside the domain of short-range forces
(R=1nm). These states have the form

|£)= a.(R)|D+B.(R)|I) (1)
using as a basis
D="%%
=27, A=-1, §,=1)-"lI(A=1, S,=-1)] (2)

with w = u or g as the parity. The coefficients a.(R), B.(R), and energies £.(R) of the
adiabatic states, are obtained by diagonalizing the Hamiltonian matrix®

Vs(R)  V28/3 )
V28/3 Vu(R)-8/3

where Vi (R) is the dipole-dipole interaction in the |I)(jII)) state and & is the
fine-structure splitting. One can easily show that at separations where the dipole-dipole
interaction dominates the | —)(|+)) state is selectively populated for u(g) parity in the

Franck-Condon region. In the asymptotic range (where the fine-structure splitting
dominates), the adiabatic states attain the limiting forms

[=) = 37V3(D-V2/ID); (j =1
(R>»R,) (4)
[+) = 3732 +{1D; (=)

which are, respectively, the lower and higher doublet states.

The internuclear radial motion causes time-dependent mixing of the adiabatic | +)
states in the region extending beyond R.. The non-adiabatic character of the wavefunc-
tion formed by this mixing

Hw(0=0+)=( (3)

jW)=b.()|+)+b_(1)]-) (5

depends strongly on the separation velocity v. We calculated this wavefunction by the
approximate semiclassical model of radial coupling'® (neglecting Coriolis coupling as
discussed above), in which the Schrodinger equation can be brought to the form

B =fpetp_)=~p__

pr-=p*. =iep._ —f(pss—p__) (6)
where

e=¢e.(R)-e.(R)

f=-[a.(R)a_(R)+B.(R)B_(R)]. 0]

Here p,; = b,b} are the density-matrix elements (in the Schrédinger picture) with i, j =+
or —.
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4 Time-resolved Cooperative Fluorescence

1.00 y T r , :

0.60 -

0.40 +

P+

0.20

000 -

0 100 200 300 400 500

1.00 - <

0.80 -

0.60 |-

oot
(b)

0.20 |-

000 |-

] 100 200 300 400 500

100 |- -

0.50 -

2 ooot |¢

-1.00 |

R/A

Fig. 1. Dependence of non-adiabatic state parameters (see text) on internuclear separations for

three dissociation velocities of Li,, corresponding to wavelengths A,, of photoexcitation to the

continuum of the 1'Z. state. (—) v=22900cms™' (A,, = 4304.56 X), (---)v=71300cms™"
(Aex =4292.23 A), (— - —) v=346500cms™" (A, =4003.32 A).
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G. Kurizki, G. Hose and A. Ben-Reuven 5

Fig. 1 shows the separation dependence (or, equivalently, time dependence) of the
parameters completely specifying the non-adiabatic wavefunction: (a) the population
of the initially unexcited state p,. (in the ungerade case), (b) the amplitude of the
coherent mixture A=2|p,_| and (c) the cosine of the non-adiabatic phase ¢(1)=
arg (b,/b_)—{, e dr'.

The results drawn for three different velocities indicate the gradual transition from
adiabatic to strongly non-adiabatic behaviour as the velocity increases. At the largest
velocity (dash-dot curve) the ‘sudden collision’ limit is reached. In this limit the character
of the 'X] state does not change when passing through the region of dynamical coupling,
because spin does not have enough time to couple to the orbital momentum. Then
p++=[+['Z5¥’=3. Fig. 1(a)-(c) demonstrates that the dynamical parameters rapidly
approach their asymptotic values beyond R =20 nm, a separation that is much smaller
than the emission wavelength and (for the velocities considered) corresponds to times
too short for significant emission to occur. We can therefore use these asymptotic values
as initial conditions for the emission stage, which we examine after a time delay 1, = Rp/v
chosen at will for any Ry, well beyond R, (here Rp =50 nm).

3. The Emission Stage

The system is now in a coherent superposition with time-independent amplitudes (for
t> tp) of the two adiabatic states |+), which are correlated to different doublet levels
and symmetrized in accord with their parity and Q = 0" projection. This superposition
oscillates at the frequency & [eqn (6)] which is now close to the doublet splitting 5,
with a weak time-dependent perturbation owing to the long-range (retarded) dipole-
dipole coupling. Since this coupling is also part of the cooperative emission process,*
one can make a smooth transition from the equations of motion (6), upon setting /=0
at ¢> tp, to the corresponding equations for a radiatively coupled pair of atoms whose
cooperative excitation energies are split by £(¢). Such equations are obtainable using
a generalized master-equation approach developed by Agarwal.'' In ref. (4) a master
equation is derived for the density operator of many radiatively coupled identical
multilevel fragments, taking account of their motion. This equation is then solved exactly
for a pair of two-level atoms (which is an appropriate model for dissociating Ca,). In
the present case the master equation is cast into a set of equations for a pair of three-level
atoms (doublet and ground states). They are then solved approximately, by using a
multiple time-scales expansion'? in the small parameter y/e(t) < y/§, with the | £) states
as the basis.

The total (spectrally unresolved) emission rate obtained from this solution for the
ungerade case varies with 7=t — 1t as follows:®

i
f’(_"= t-tp)=Y p..(tp)(y+T.) exp [ -L (y+TI.) dt"]

7
+ A(1p)T cos (67 + ) exp[—I ('Y+r+—r_)dt.'] )

0o

where A= 2lp._| and
Fo~ =@l +ily)
T~Vi(Ty+Ts). )

Here I' [ R(#)] (with A = X or I1) are the modifications of the atomic emission rate owing
to the radiative coupling. They exhibit oscillatory variation with R(¢) responsible for
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Fig. 2. Temporal dependence of the emission rate (——) normalized to the atomic emission rate.
The emission rates are calculated for the velocities and non-adiabatic state parameters of fig. 1.
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G. Kurizki, G. Hose and A. Ben-Reuven 7

ringing patterns of the kind observed by Grangier et al.’ for a single excited 'A, state,
whose emission rate has the form>*

i
Pp(T)=pa(tp)[y+TA(F)] exp [ - L (y+T,) df']- (10)

The pattern in eqn (8), valid for a superposition of two symmetrized excited states at
different energies, is more complex than that of eqn (10), not only owing to the mixture
of ringing decays of the populations p.., but also due to the term expressing the
interference of the | +) states, which is proportional to their coherence amplitude A. In
this term, the ringing rate I', is modulated by the asymptotic quantum beating cos (67 + ¢)
and is the source of the superbeat frequencies & + kv.

Emission patterns calculated from eqn (8), using the same three velocities as in fig.
1 along with the corresponding asymptotic values of p. ., A and ¢, are displayed in fig.
2. The broken line describes the ringing population-decay terms. Their rapid superbeat
modulations are clearly discernible at low velocities. At the highest velocity used [fig.
2(c)] the quantum-beat and ringing frequencies become almost equal. The ringing
population-decay terms have an initial value shifted by (3) (p,.—p__) from 1 (the
normalized atomic rate). The separation between its maxima and minima diminishes
as (kR) '(p.++1ip__). The envelope of superbeating oscillations is symmetrically posi-
tioned about the population-decay terms and diminishes as (2*?A/kR). The dynamical
phase shift ¢ can be deduced from the number and location of superbeat peaks, the
maxima of

cos (87 + ¢) sin kof = sin [(8 —kv)T+ @] +sin[(6+ kv) T+ @]} (11)

within a period of 2#/kv. A similar caiculation for the gerade case yields reversed
superbeats with ¢ — ¢ + 7. One may conclude from the figures that temporal patterns
detected with sufficient accuracy and time resolution can disclose all the dynamical
parameters of the non-adiabatic process.

4. Discussion

The major conclusion of this work is that time-resolved emission stores valuable informa-
tion on the coherent character of non-adiabatically dissociating open-shell atomic pairs,
notably on the phase of superposed fine-structure states emerging from the reaction.
Such information can be used, e.g. to determine the orbital polarization of the spin-orbit
products as a function of non-adiabaticity. It is also important as an experimental test
of the simplified semiclassical model®'® used in section 2 versus fully quantal calcula-
tions."” The phase is much more sensitive to the accuracy of the calculation than the
populations, as it accumulates as a function of R(f) over several multiples of 27 at
certain velocities [fig. 1(c)].

The observation of such effects in Li, at any dissociation yelocity requires a temporal
resolution better than ca. 30 ps (3 points per beating period). The weakness of the
detectable signal from a molecular beam poses a greater difficulty as the radiative lifetime
of the emitting atomic transition in Li(6407 A) is rather long (1.6 x 19~ " s). Enhancement
of the emission rate within sufficiently short time intervals (<30 ps) may be the clue to
the detection problem.
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. Coherence Effects in the Polarization of Photofragments
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The general quantum-mechanical treatment of coherence effects in the
polarization of the fluorescence, as well as in the orientation of photofrag-
ments, is reviewed. They are the result of simultaneous excitatin of dissocia-
tive electronic states with different symmetry correlating to the same limit.
The coherent excitation produces interferences which depends both on the
photoabsorption probability amplitudes as well as on the relative phases of
the continuum vibrational wavefunctions at large distances. Oscillations in
the polarization degree of photofragments fluorescence as a function of the
photon energy are predicted. Examples are presented in the case of direct
dissociation of diatomic molecules. The case of slow predissociation is also
analysed. Finally, possible extensions to the photodissociation of polyatomic
molecules are considered.

1. Introduction

The ultimate goai of photofragmentation studies is to obtain the most detailed state-to-
state cross-sections. These include final electronic, vibrational and rotational branching
ratios and also vector properties such as alignment and orientation of photofragments.'
The degree of alignment and orientation in turn determines the polarization of photofrag-
ments fluorescence and effects laser-induced measurements. Since the pioneering theo-
retical prediction by van Brunt and Zare’ in 1968, several experimental and theoretical
studies have dealt with polarization of the light emitted by photofragments.®** Recently,
the importance of coherence effects on the degree of polarization has been
emphasized.'’-2°%* One particularly striking example is the anomalous polarization
rate of the Ca*(P) fluorescence observed in the photodissociation of Ca,.'® This effect
is due to the interference between the emission from the magnetic sub-levels =1 coher-
ently populated in the dissociation of a I1 molecular state. Consider a diatomic molecule
AB excited by photon absorption to a dissociative 'II state, leading to A*('P)+B('S)
fragments. Since A =1 for a Il state, the excited A*('P) fragment is populated in the
magnetic sub-levels m; , = x1 only (the internuclear vector being the quantization axis).
Thus A* is aligned.*’ In addition, photodissociation in general creates a coherent
superposition of the m,, = +1 atomic magnetic sub-levels. For linearly polarized light,
the degree of polarization of the atomic fluorescence defined by:
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2 Polarization of Photofragments

(where Iy and I, refer to the direction of the incident polarization) is dramatically
affected by this coherence.'®'® In the Ca, case, for example, a degree of polarization
of P =0.64 has been measured'® which is larger than the maximum allowed polarization
(p=0.5) predicted by the classical theory as well as by the quantum theory when
coherence is ignored. 3

Other coherences can be produced in the populations of the magnetic sub-levels.
Consider, for example, the case discussed above, namely the AB molecule dissociating
into A*('P)+ B('S) fragments. Two molecular singlet states ('Il and 'X) are correlated
to this limit. They can both be populated by optical absorption from the 'S ground
state and therefore they will be coherently excited. Since the 'II state is correlated to
A*('P, m_, = +1) fragments and the 'E state to A*('P, m,, =0) fragments, the photodis-
sociation will induce an additional coherence between the m;, =0 and the m, = *1
magnetic sub-levels. As opposed to the former, this coherence depends on the ratio of
photoabsorption amplitudes for excitation of the 'S and 'II dissociative states as well
as on the relative phases of their corresponding vibrational continuum wavefunctions.

Recently,” a quantum-mechanical calculation of the degree of polarization of Ly,
emission in the photodissociation of H,, leading to H(1s)+ H(2p) fragments, has been
completed. The calculation of the photodissociation amplitudes was performed by
integration of the time-independent close-coupled Schradinger equations for the B('Z),
B’('%) and C('IT) electronic states of H,, using the existing ab initio potential-energy
curves, 3! adiabatic corrections,’*>* non-adiabatic couplings®® and transition dipole
moments.’”* The photodissociation amplitudes were in turn used to calculate the
polarization degree of the Ly, fluorescence. It was shown that coherence effects can
produce pronounced oscillations of the fluorescence polarization as a function of the
photon energy, and that these effects are amenable to experimental evidence.

The polarization of photofragments fluorescence was calculated® using the density-
matrix formalism in the molecular frame and within the axial recoil approximation.
This is usually valid in the case of direct dissociation, but definitely does not apply for
slow predissociation. In some recent experiments,”’ the degree of orientation of the
fragments in the dissociation of a triatomic molecule has been measured directly by
laser-induced fluorescence. It thus seems important to have a general formalism which
not only provides the degree of polarization of photofragments fluorescence including
al] effects due to rotation, but which also gives directly the alignment and orientation
of the products.

In this paper, we review the general theory of molecular photodissociation into two
fragments using the density-matrix formalism in the laboratory frame and apply it to
the cases studied before as well as to the case of slow predissociation. The presentation
follows the general lines of Vasyutinskii's work'” on orientation of atoms in the photodis-
sociation of diatomic molecules. Particular attention is paid to the proper description
of the vibrational continuum wavefunctions in the case where non-adiabatic transitions
take place. We also show how this general treatment can be applied to polyatomic
photodissociation.

The paper is organized as follows. In section 2 we present the general formalism.
Section 3 is devoted to the case of direct dissociation, while section 4 deals with
predissociation. Finally, in section 5 we discuss the application to polyatomic molecules.

17,23

2. Geseral Quantum-mechanical Treatment
(A) Photofragments Fluorescence Cross-section

We are interested in describing a process in which a moleciar system initially in a discret
state |a,) is excited by photon absorption to a coherent superposition of a set of continuum
cigenstates |a,, £4), where e, is the relative kinetic energy of the fragments in channel
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d, which subsequently decay into some final continuum states |a¢, £, by photon emission
(see fig. 1). The partial-differential cross-section for this process is given by:

2 ©
T = (hek(T | Kede

2 A
ki ad, o()¢ ar Jo (1)
® (ay, GAD : ¢f|ad, eq){aq, €d|D' ’?'ai) 2
x E Jo d€d E-— g wd+ird 5(E (13 Wr flckf)

where k; and k; are the wavevectors of the incident absorbed and the final emitted
photons, respectively, while e; and e, are the corresponding polarizations. W, and W;
are the asymptotic (i.e. for infinite fragment separation) energies for channels d and f,
and Iy is the radiative linewidth of the emitting state. Finally, D is the transition dipole
operator and E is the total initial energy of the system, E = E; - fick;.

We now invoke the usual assumptions concerning dissociation, namely that photon
emission during the fragmentation is negligible. In this case the main contribution to
the matrix elements (a;, &/D - eday, £4) comes from the asymptotic region (the photon
emission occurs at very large R). In that region the continuum wavefunctions can be

"written in terms of incoming and outgoing spherical free waves. Since we are interested

here in a dissociating event, we choose the particular asymptotic form denoted by
lag, £57") having incoming waves in all channels and a single outgoing wave in channel
d. Hence, for energy-normalized eigenstates,

1/2 . 1/2 .2
_ I exp (iK4R) K exp (-iK4R), .
(R|ad,5£1 )>R*@=(21r1(dﬁz) [ R 4 |ad)+§; —Kr: S’:da¢~ = R— d |ad)
(2)

where K = (2pe)?/?/ #, i being the reduced mass for the relative motion of the fragments,
is the de Broglie wavevector associated with the dissociation coordinate R. In eqn (2),
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4 Polarization of Photofragments

|) are eigenvectors for all other degrees of freedom of the system: orientation of the
recoiling axis as well as all the internal degrees of freedom of the fragments. Since |a)
channels are usually coupled at finite R, the asymptotic behaviour of [a4, €57) involves
a linear combination of all {ay) channels as expressed in eqn (2). The coefficients of
this expansion are related to the matrix elements S, ;, of the scattering § matrix. The
same asymptotic form applies to the continuum final state |a,, £{7).
Using eqn (2) into the matrix elements (a, £]D - efay, £4) in eqn (1), and performing
the integrations over 4, & and R, one obtains (see Appendix):
' i do he'S kik, T (adD- elag(a,, s{,"lD.- ef|a)
ki ake ade ar ad ficke— ( Wy~ W) +ily
which is sum of Lorentzian functions having widths I'y and centred on the fragments’
transition energies (W,— W;). Finally, after integration of eqn (3) over k; we find

2

(3

g
—i—r—=411‘ki z p"d“&Daéad=4ﬂki Tr (pD) (4)
Gt ayay
where
Pagers=(aa, €57|D - et a)(a|D- elay, e~ (5)

is the excitation density matrix, while

. /k;+k;’) (@D - eflad(adD - efas)
T\ 2 ) (TaAT)—i(wi- Wy

with #ick;= Wy— W, - il , = Wy— W; and fick{= W) — W +il'j= Wi— W,, is the detec-
tioh matrix. It is clear from eqn (6) that only terms with |W,— W,[<(T,+T,) are
significant. Therefore, in addition to the diagonal terms, the only off-diagonal terms
which need to be retained are those corresponding to degeneracies since (except for H)
fine and hyperfine structure levels have energy spacings which are generally large as
compared to the radiative width.

Notice that the partial-differential cross-sections defined in eqn (1) and (4) correspond
to excitation from a well defined initial state |a;). In the usual situation an ensemble
of |a;) states are incoherently populated in the initial state. The excitation matrix p
should then be calculated using egn (5) multiplied by the population of |a;) and sum
over all initial sitates.

Da,‘,a (6)

(B) Rotational Basis Sets

We now turn to the specification of the basis sets used to describe the overall rotation
of the molecule and the internal degrees of freedom of the fragments. Two obvious
choices are possible: the molecular or ‘body-fixed® basis set and the *space-fixed’ basis
set. In the body-fixed system we write the wavevectors as:

|iQIM) = g,0)| P ua) 7
with:

(Ri®Ho) = \/ (21—:1) Diia(ér, 0k, 0) (8)

where the DY, (a, B, 7) are the rotational Wigner functions. In eqn (7) and (8) J denotes
the quantum number associated with the total angular momentum J, M the projection
of J on the laboratory z axis, and () its projection on the molecular axis R. The polar
angles 0, and ¢, specify the orientation of the molecular axis R in the laboratory
system of reference (see fig. 2). Finally, | /) are the eigenvectors describing all internal
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Fig. 2. Coordinate system used in the calculations.

degrees of freedom of the fragments, j=j,+jp being the fragment’s total angular
momentum. We have J =j+1/, [ being the orbital angular momentum associated with
the relative motion of the fragments. We notice that since J and M are good quantum
numbers, the scattering matrix S in eqn (2) is diagonal with respect to them. On the
other hand, Q is a good quantum number for R — 0, but only an approximate one for
finite R.

In the space-fixed system we write instead:

. i+ j l J
"’UM)=...§..,(—)}’M(21+1)”2( ,f.,. m _M)Iso,-m»lm,) | (9)
where
(R| Yim) = Y (0g, &) (10)

are the spherical harmonics. In eqn (9), the internal eigenstates | jm;) refer now to the
space-fixed system. Between the two basis sets there is the transformation:

IJQJM>=;t5>’.’:’|jUM)= ; T*A}M.m,:m,lem,ﬂ Yim,) (11)
with
(JJ) J—i1+0Q 1/2 ] I J
@Y =(-) Ql+1) 20 0 (12)
and

T(({J’M,m,lm,=(")M‘n(21+I)'/2(21+1)'/2<(‘; ! J) ( ] ! J ) (13)
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6 Polarization of Photofragments

Since we are interested not only in the calculation of the fluorescence cross-section
but also in the degree of alignment and orientation of the fragments, it is more convenient
to express p and D in the laboratory frame. On the other hand, p is much more easily
calculated in the body-fixed frame. Using the transformation (11) we can write:

= 4mk Tr (p7D) = 4k, Tr (T~'p*TD), (14)
f
(C) Excitation Density Matrix in the Body-fixed Frame

We begin by the calculation of p'°”. The dissociative eigenstates ey, £7') can be written:
lag, €57 = % l%.,nd del,,)|9d-’de> (15)
Ja
where, according to eqn (2),

. 1/2
Jy.8 4 s
(R|‘P1and J.sﬁd)""cc (211‘th2>

[exp(inR) (Kd exp (—iK4R)

4+ = S AP\ " Bgh) .ﬁ -
R ,sndﬁaaja-]d Kd) Jdnd Jefta R ] |Jd d)

Similarly, it is convenient to expand the initial eigenstate |a;) in terms of the body-fixed
rotational basis set. Hence, we write:

la) =T q, leg) | QKM). (17)

Using eqn (16) and (17), the matrix elements of the electric dipole operator are given
by

25+1\'"?
€)-p

(D elay, ey = Z( =) “*”(21 "

Jg 1 ; . -
X (A;d p Mi)(-’i“D“Jde-’d, e5

where we have defined the reduced matrix elements:
(-’"D"hdﬂo-’d. ey = ZZ % (=) N2J4+1)
Jd 1 Tyl
x (ﬂd q )(¢n|(D) |‘Pj‘n:j°ﬂa) (19)
In eqn (18),
1
(€)o=(e);; (€)= *ﬁ[(e)xti(e)y] (20)

are the tensorial components of the polarization vector in the space-fixed system, while
in egn (19),

(DYo=(D);  (D)ei=F (D), +i(D),] @1)

where z|| R, are the components of the electric dipole operator in the body-fixed system.

(16)
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Using eqn (18) and after averaging over M, assuming the molecule is initially
randomly orientated, one obtains:
2K+1
pM‘!‘-:JaMdenalaMa Z ( )K Q=himM; \/[(2.’d+l)(2."’,+1)]

x{ 1 1 K}( Jo  Ji K )
Ja Jo JI\My -My -Q

X (LDl jsats, e§ VD juQaT 4, €5 ) (22)
where K can only take the values 0, 1 and 2, and

1 1 K 1 1
‘F, =Y (=) (e)* _,( ): *)
k(=T (PO (_, , o) =L@t ),,(p » Q“) (23)

is a function which depends only on the polarization vector e. For linearly polarized
light along z, for example, Q =0 and Fyq is different from zero only for K =0and K =2.

Fxo(fi)

(D) Excitation Density Matrix in the Space-fixed Frame
The next step is to transform p*” to the space-fixed frame using:
(
pjzz‘dlm,,jém;dl’mi Z Z 7'(ﬂd.l‘,M‘, m; ""f p;dﬂd.lde JaflgJaMy T(n,,Jde m, i'mj (24)
\ gJaMa 03 I3M;

with the transformation matrix T being defined by eqn (12). Actually, since the detection
matrix D is independent of the orbital angular momentum [/ and we have assumed that
different j4 have spacmgs lar, er than thelr radiative widths, we are only interested in
the reduced density matrix p};’ m = Lim p_,,,,/,,,,, jmjim; - Using eqn (24), (22) and (12) and
performing the sum over [ anc{ m;, one obtains:

. . K . )
phm,= T (Y (2K+1)( Jo o Ja e )P%«’Fxo(e.-) (25)
ja T TTd

-my Q
with

. ofde Ty K\« i K

oo ngels 5 N &9

=L X" e, -0y -oM\-a; 0, -¢
1 1 :
x{ ' }U"D"Jdnd-’d,ed YT DN jsaTa, €57 (26)

Jg Jg T

which, using eqn (19), can be explicitly written as:
P = % (=Y iR+ 1)(27 5+ 1)

nd-’d na!u q Q 0,0 ldgu Ja

x(-’d Ja K)( Ja Ja K)(Jd l -’i)(":ﬂ 1 -’i)
0, -0F -Q/\-0; 0, -Q/\fla ¢ -0/\i ¢ -0

I 1
S PR T X R R s @7
Note at this point that with the definition given by eqn (25), the product Py Fyo(e)
is directly related (for Q=0) to the population (K =-0), orientation (K =1), and
alngmnent (K =2) of the fragments. Some well known'’ general conclusions can be
made by inspection of eqn (23) and (26). First, orientation cannot be obtained with
linearly polarized light since in that case Fx0=0 for K =1. On the other hand,
orientation of a fragment can be obtained with circularly polarized light except for a
dissociative X state (one of the 3-j coefficients in eqn (26) is zero in that case).
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8 Polarization of Photofragments

It is clear from eqn (26) how coherence effects in the alignment and orientation of
the fragments (and hence in the fluorescence polarization) will appear. They come from
the terms in the sum involving Q4 # 5. They are of two types. The first involves terms
with Q4= 1, Q)= F1, i.e. for II states. They were discussed in detail'®'*** in connexion
with the anomalous degree of polarization found in the photodissociation of Ca,. It
corresponds to Q' = 2, — )y = +2 and therefore it will only show in the alignment (K =2)
and not in the orientation (K = 1) of the photofragments. The other possible coherence
effect arises when two states of different symmetry ({3,=0 and Qd— +1, for instance)
are excited simultaneously. * In the particular case of Q'=,— Q)= %1, it is possible
to observe this cohérence in the alignment but also in the orientation of the fragments.
It is obvious from eqn (26) and (27) that coherence effects involving states with different
symmetry will depend not only on the absolute value of the dissociation amplitudes
(¢pn [(D)q (@7, but also on the relative phases of the vibrational continuum wavefunc-
tions. In general the amplitudes are slowly varying functions of the energy while the
phases are more rapidly changing. Therefore an oscnllatmg behavior of all vector
properties (alignment, orientation, polarization) is expected.”

(F) Fragments’ fluorescence intensity

We turn now to the calculation of the fluorescence cross-section, eqn (4), which will be
given by:

S —ankTH(p D) =ank, T oY, DY )
with -
D(rr}-f’dm,d __L Z (Jam} | D - €t jom;) om;|D - ed jam,,). (29)
Using

i ; jo-m + 2.’ +1
(jem; D - ed jam;) =§ (=Y P(z—j‘:_*—l)(ef)_p

Ja 1 i, .
D
(2 ) 2 Yoplia (0)

i

we finally obtain

I leg 21Tk;k[ e=g— K(2.}f+l) Ug)
5‘6"_ T, Z( Y (Ja +1)PK Fy (e, €)
1 1
o N (L (31)
Ja Ja Jr
where
FK(e,,ef)-(2K+l)ZFKQ(e,)F oler). (32)

Eqn (27) provides the density matrix for the production of fragments in states |jam,)
specified by an angular momentum j,. In the general case the fragments will both have
angular momenta j, and jp different from zero, and j, = jo+js. Since we are interested
here in the emission from one of the fragments (say A), the detection matrix D factorizes
in a product of two matrices one for fragment A and another (diagonal and unity) for
fragment B. It will then be more convenient to work with the product basis set

liam,)|jem,) instead of |jsm,).
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(E) Angular Momenta of the Fragments
The transformation between the two basis sets is simply given by

liam)= T CCGiamy, 4jamy; jam)liam,)ismy) (33)
m,-Am,n
with
C(jam;,, jam,; jamy,) = (— )jA_j'+mj¢(2]d+l)l/2( e Ja ) (34)
i My — M,

The elements of the excitation density matrix in which we are interested, will then be
given by

PU‘)m, =X ¥y C(.’AmAa.’ij,:Jdm},)PU‘)m‘ C(jam;,,jsmy; m})

myy my mjy
= z (- )u+'m(21(+1)( Ja Ja K)F‘,{“’""F,(Q(ei) (35)
JA -m;, Q
with
P(.IA]BJd =(- )_[A—ja+]d+K(2J +1){]A Ja K} P(,A,s,d (36)
Ja Js Js
with

plalels) _ ,¢+1i( 4 d )( 4 4 )
= E LE" Ny -0 ~o/\-ay 0, @

1
x{_,l, J J. }U I Dl jajojsfada, €YD jnjsia¥ie) s, €57
T Y (=Y, +1)(205+1)

ﬂa-" ﬂd-’d a o 8 JEL 142‘;4 Fade Jads
x(la Ja K)( Ja  Ja K)(Ja 1 Ja)(lé 1 Ja)
Q4 05 -Q/\-Qs y -Q/\Qy g —-QJ\Qq 9 -

1 1 e s
x {J' J J } (¢ﬂ.‘(D)‘1I¢jAJIJ(¢ﬂ)¢ JAJl]dﬁd)‘(¢n KD)“ |‘P:Alu;dn)¢ JAthﬂa) (37)
which has essentially the same form as P given in eqn (26) and (27), except for the
explicit dependence of the dissociation matrix elements on j, and jg. Note that P{a/s/s
reduces to P when jp=0.
By the same calculation conducting to eqn (31) it is possible to write the fluorescence
cross-section as:

o 21rk,k|- Jaia~ x(2jat1) Bniniy) K
T -, O i RS Fy (e e)
1 1 } ;|2
x{ . ‘D . 38)
{,A ALY (

where we have denoted by j, the angular momentum quantum number for fragment A
in the final state after photon emission.

Eqn (35)-(38) together with the definitions of Fx and Fxg ngen in egn (23) and
(32), constitute our general expressions for the excitation density matrix of the photofrag-
ments in the laboratory frame p,)»’ . , the alignment and orientation degrees given by
P Fyo(e,), and the Ruorescefice’cross-section provided by eqn (38). They can be
applied to any photofragmentation process involving a molecular system breaking into
two fragments induced by electric dipole transitions.
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10 Polarization of Photofragments
3. Direct Dissociation for Diatomic Molecules

A. Axial Recoil Approximation

Eqn (37) can be simplified in the axial recoil approximation in which one assumed that
the dissociation matrix elements are slowly varying functions of the total angular
momentum and that {, is a good quantum number. Therefore:

<¢‘,{il(D)ql¢j:j:J(¢‘l)d JAI:Joﬁd) 8“d-nd(¢:{il(p)q ¢::;:;;‘;4JAI|:I'¢0¢) (39)

where Jy=J;, J;+ 1 have been replaced by the average J, = J; value. Using this equation
in eqn (37) one finally obtains

o ) . 1 1 K
Plajels) = - d+0i—nd_nd( )
= LY Q-0 (Qa-0) (Q4-0q)

Ja Ja K
X
( Qd Q4 (nd -Q )) Mn‘ JAJnJaﬂuMﬂ- Jajeialty (40)
where we have defined
Mn Jainiae = Z (‘Pﬂ l(D)(n -nd)l¢1AJBjdnd JAJlend> (a1)

Jaje

We notice from eqn (4) that in the axial recoil approximation orientation (K =1)
cannot be obtained for a parallel transition; i.e. for Q;~Q.=0,—-QL=0.

(B) Application to a Simple Case
As an example of application let us consider the simple photodissociation event:

AB(' 2) - AB*('S, 'IT) — A*('P)+B(' S) > A(* S)+B( S) (42)

where a diatomic molecule in an initial state 'S state is excited simultaneously to a 'S
and a 'II state, both correlating to the same limit with atom A being in an excited 'P
electronic state from which emits a photon to a final 'S state. We further assume that
non-adiabatic couplings can be neglected and that the axial recoil approximation is
adequate. In our notation we then have: jo=1, j4=0, jg=0, ;=0, 2,=0, +1. Since
the atom B is produced with total angular momentum zero we shall have jy=j,=1,
Jr=Jja=0 and we can use eqn (31) with

+0.-0,-0; 1 1 K
Pet= B Crn n‘((ni-m (Qa-0) ma-na))
(o % (0 0) MhsnMo o “
Using the explicit values of the 3 —-j coefficients we obtain
Py = —}{|M5f* +2|Mq[}}
P ={{|Mul’ ~ (MIMp + Mz M)} (44)
P =+ {2| My + 7| Mpf* + 3(MEMp + M M%)}

where we have denoted by M; and M, the dissociation matrix elements into the £ and
I1 states, respectively. As expected, Pn ) is zero for a pure £+ X transition. Using these
values of P in eqn (31) the lluomcenee intensity for given incident ¢, and final ¢
polarizations can be computed and the degree of polarization can be obtained by the
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use of eqn (1). For linearly incident polarization (chosen along the laboratory z axis)
and parallel (z) and perpendicular (x) polarizations of the emitted photon, we have:

(Fh=  (Fy=0;  (Fy=+ )
(Fo),=3 &(F).=0; (F),=-3
and

do
(25,) < oIM+ 80l - 20 M+ M)
oo (46)
(5‘6;) o {5{|Ms* + | Mn[*+ (MEMp + Mz M¥)}.
L

In order to make contact with earlier calculations, we have to denote differently the
dissociation matrix elements. In ref. (17), (19) and (25), the continuum wavefunctions
were taken to be of the form:

2u
20K h?

1/2
Xa:,(R)R-coz( ) sin (K4R — éq,) . 47
where ¢g, is the asymptotic phase which is related to the scattering matrix S (which in
this case is diagonal) by Sp, o, = —exp(2idny). Comparing now eqn (16) and (47), we
shall then have: '

ot =i exp (160 X X0y (48)
and
Ms=iexp (¢Z)Ms;  Mp=—iexp (¢I)M; (49)

where Mz and My are the real dissociation matrix elements using the vibrational
continuum wavefunctions y defined asymptotically by eqn (47). The minus sign in the
definition of My, corresponds to the usual phase choice for the electronic wavefunction
of a [T state. With these definitions we find:

- (30'/3‘:)0« - (30'/3ﬁr)1.

(30 /382y, + (3‘7/;-67);
_2ME+TM}+6Mz My cos (é5— ¢n)
T AMi+9IME+2MsM;, cos (bs - én)

which is the result obtained earlier. In particular for a pure 2 — 2 transition (M, =0)
we obtain:

(50)

Py 3= % (51
while for a pure X - II transition (Mz=0):
P:_n=3=0.78 (52)

which as has been fully discussed before'®'? is much larger than the maximum classical

value of 0.5. It should be emphasized that although it is not clearly seen in eqn (50),
this result also arises from a coherence effect involving (2, = £1 states. Ifin the calculation
of P, eqn (43), these terms are not included the result given in eqn (52) to P=1/7=0.14,
which is much smaller than the result when coherence effects are included.
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12 Polarization of Photofragments

(C) Fine Structure

In the preceding example we have considered the case where the two atomic fragments
where in singlet states and the atom B had total angular momentum zero. Let us consider
now the case where the two fragments have non-zero momentum:

AB('%) =, AB*('3,' IT) — A*(*P)+B(’S) iR A(’S)+B(%S). (53)

In this case we apply eqn (36) and (40) with ja=1/2, 3/2, ja=1/2, jg=1/2. The
function Px has exactly the same expression as before [eqn (44)] except that the
dissociation matrix elements M; and M, will in general be different for different values
of ja. Their actual values will, of course, depend on the dissociation dynamics. However,
for kinetic energies larger than the fine-structure splitting the dissociation occurs faster
than the coupling of the spin to the orbital angular momentum. In these conditions the
dissociation probability for obtaining a particular fine-structure limit will be given simply
by the weight of that fine-structure component in the excited molecular wavefunction.
For molecular wavefunctions in Hund’s case (a) giving fragments with orbital angular
momenta L,, Ly and spin angular momenta A,, Sy, we have:*®

lAszﬂ)R_.m= &Z‘ C,\AA.4\lLAAA>)LBAB>’SE)

= Z z.leAijdn>AA4.\aA$zanfnJ¢

Jajujs AaAs L

with
AAAA.ASZOjAj.j,, - (_)LA—L.+L—S+A+Q(2S+ l)l/Z(ZjA+ l)l/2(2jB+ 1)1/2(2L+ 1)1/2
.\ [La Sa Ja
55
8 C"*“'“(A,, Ae A\a 3z 0))le S (5)
L S ja

where the coefficients C,, 5,4 are determined by the electrostatic interaction at large
distances. If one of the atoms is in an S state (Lp = 0 for instance) then the sum reduces
to only one term and the coefficient is unity. Furthermore, if the total spin is zero (S =0)
eqn (55) reduces to:

. _ V(2jat1)
AOAOatnta = /T (28 p+ 1)(2ja+1)]

and the coefficients A are independent of A. Using these coefficients we write for our
particular case:

(_)JA—SA_jdsjdLASSASgasj, (56)

M= (B2, (s7)

where the My, are the My and M, defined in eqn (49). Using the fact that the emission
matrix elements from the two fine-structure components are realted by: (ji\ =1/2{|D|j. =
3/=2(ja~1/2|D| ja=1/2), we finally obtain for excitation with linearly polarized
light:

(80 /af){"/? = (a0 /o) /P xc S (SME+10M}) (58)
and
(90/902) /P oc J(14ME+ 34M}, + 4Mz My cos (¢~ du)

(30'/3{10?/2)“}!(8“1:"‘ 13M7, ~2M;5 M cos (ds — én). 9)

3
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The polarization of the fragments’ fiuorescence will then be given by:**%

P( 1/2) 0
PO/ _ 6M3+21 M} +18 M5 M;, cos (¢ — ¢n)
22M§+47M%1 + 6M2M“ cos (¢2 - ¢n)
which show the effect of depolarization due to the fine structure. Actually, although
the fine structure is resolvable in principle, in some experiments the two emissions are

not resolved and the detected intensities are just the incoherent sum of the emlssxons
given by eqn (58) and (59). The degree of polarization is in that case:’

_6M3+21 M} +18M; My cos (65— én)
32M3+67M}+6Ms My cos (¢s — én)

which is of course lower than the polarization of the j, =3/2 component since the
Jja=1/2 component is unpolarized.

(60)

(61)

D) El.ect of Non-adiabatic Coupling

When coupling occurs between the continua, it is no longer possible to write the
dlssoclatlon matrix elements as in eqn (49). Instead a full close-coupling calculation of
the ¢!~ wavefunctions has to be conducted and eqn (61) should be written:

_ 6IM5 + 21| M + (M ME+ MEM;))
32| M5 + 67| Ml +3(MsM%+ MEM, )

An interesting situation involving such a case is constituted by H, in the region
above the threshold for production of H(ls)+H(2p) fragments. Smce the potential-
energy curves,®?' adiabatic corrections,’>"** electronic couplings®® and the transitions
dipole momems37 ** are well known in this energy region, accurate calculations can be
performed. In addition, with the development of synchrotron radiation sources and
vacuum u.v. (v.u.v.) lasers, it will be possible to compare theory and experiment in great
detail. Thus H, provides a particularly stringent test for the predicted coherence effects.
If H, is initially in its ground state, several dissociative excited electronic states can be

populated through electric dipole transitions in this energy region: B, B, and C.
Adiabatically, the B’ state correlates to H(ls)+ H(2s) fragments. Therefore, in the
adiabatic approximation, only the B('X) and the C('Il) states, which correlate both to
H(1s)+ H(2p) fragments, are relevant for determining the degree of polarization of the
Ly. emission. The adiabatic approximation, however, does not hold for the B('X) and
the B'(*Z) states in H,. They are coupled by radial non-adiabatic terms which induce
transitions between the two states at large internuclear distances (Ro =15 a,).“**' There-
fore, the three states B, B’ and C have to be considered when treating direct dissociation
in this energy region.

In ref. (42) we have shown that the amplitude M; can be very accurately analysed
in terms of the half-collision scattering matrix and that it can be written:

Mz My(1~ P)"? exp (ida— MY*P'?) exp (idy) (63)
where My and My are the adiabatic photodissociation matrix elements for the B and
B’ states, respectively, ¢y and ¢y are their phases and P is the probability of a

non-adiabatic transition between the two states during the half-collision after photon
absorption. For the C state, which can be considered to be uncoupled, we can write:

My Mc exp (idc). (64)

Using eqn (63) and (64) in eqn (62), we finally obtain
(.m/aﬂ,)JL (9c/38),),
(ao/aﬁ,),, +(3c/30))),

(62)

=N/D (65a)

?
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14 Polarization of Photofragments
with
N=21M%+6M3i(1—P)+6MZ%P —12MagMg[P(1— P)]"* cos (¢ — ds)
+18McMy(1- P)llz cos (bc —ép) - 185"c1"fn'}’l/2 cos (¢c — ¢p) (65)
and _
D=6TM*+32M%(1— P)+32M% P —64MgMy[ P(1— P)]"? cos (¢ — dw) (65¢)

+6McMa(1 - P)'/? cos (¢c — bu) —6Mc Mg PV cos (¢ ~ bw).

It is clear from an inspection of eqn (65) that P depends in a rather complicated
manner on the phase differences between the three dissociative states. This is due to
the contribution of the two completely different effects, namely: the oscillating behaviour
of the photodissociation cross-section o =|M;|* due to the non-adiabatic coupling
bet.7een the B and B’ states and the coherence effect between the £ and the II states.
The oscillation of o5 is the result of a quantum interference effect between two different
paths, leading to the same final state of the fragments.**** Consider, for example, the
final state H(1s)+ H(2p) we are interested in here. There afe two paths which lead to
this final state: excitation of the B electronic excited state followed by an adiabatic
dissociation, or excitation of the B’ state followed by a non-adiabatic transition to the
B state. The partial photodissociation cross-section into the H(1s)+ H(2p) channel will
then be the square of the sum of the two quantum-mechanical amplitudes associated

" to each one of those paths as expressed in eqn (63). Hence the interference effect.

Ignoring the non-adiabatic coupling between the B and B’ states and assuming an
incoherent excitation with linearly polarized light of the B and C states, the polarization
rate would be nearly constant.

4. Predissociation

(a) Isolated Resonance

In the case of predissociation the axial recoil approximation is no longer valid and the
general equations (33) to (37) have to be used. On the other hand, for slow predissociation
(i.e. when the rotational spacings are larger than the predissociation widths) it is possible
to excite one particular transition J;- J,, and the sum over J, and J4 reduce to only
one term. More precisely, let us assume that a bound electronic state |a,) (see fig. 1)
predissociates to a set of dissociative continua |a,, €57"). For slow predissociation, the
isolated resonance approximation is valid and the eigenstate a4, e{™’) can be written:

g, £y = a2 a®y + 5 j Aoyl Jat, e (66)
ag

where |a!”) and |ai, &5’ are the zero-order eigenfunctions for the bound and the
(prediagonalized) continuum states in the absence of the perturbation V, which induced

the predissociation. The coefficients a and b in eqn (66) are given by
V"’(_)

afe ") T Guma
e ga—g,—il,
N 4 S v
beito),, = fim —2xd o, (67)

n=0gs—ey—in eq—e,—il,
with
F=nX|Vil} (68)

et s < An s et e o =
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and V) =(al|V]a{, £5) being the discrete-continuum matrix elements of the
interaction V. The energy &, gives the positions of the bound levels of the |a,) electronic
state with respect to the dissociation threshold of |ay). Assuming that only the |a*)
state has oscillator strength from the ground state, the matrix elements of the electric
dipole operator between the initial state |a;) and the dissociative eigenstate |ag, £57)
will be given by:

(ai,n . el'—"d, GL—)) = af.:(.;.)<“ilD . "Qio)) (69)
which, according to eqn (67), is a Lorentzian centered at ¢, with half-width at half-
maximum equal to T',. Just as for |a;) [see eqn (17)], the zero-order wavefunctions |a'*)
can be expanded in terms of the body-fixed rotational wavefunctions:

el =§ loai,J,M,). (70)

Substituting eqn (70) into eqn (69) we obtain for the matrix elements of the electric
dipole operator, an equation similar to eqn (18) with the new reduced matrix elements:

reduced m
AP Lighoj ot ) =L E 8y ouen( e | %)

q 00, s
Vi
X (@ [(D)gles ) —rlalea (71)
} * EgTEg— ll"s
where .
Jye4(—) ed(—
v ‘:-fAiu’aQa = _ _z. (‘P:i’,' VI‘P;":j:;‘n)d.j,\j.i‘,ﬂd)' (72)

Jainiaita
In eqn (71) and (72) we have used the fact that J, = J, for an intramolecular coupling.
Substituting now eqn (71) into eqn (37) with J,=J}, we finally obtain

o Jo Ty KN\{Ju J. K
P(JA]',‘) = - jd+1|( d d ) ( d d )
= LEO Na, —ap —o)\ay a, —¢

1 v K}, .9
= { } )0

Ja 4 4

with
S ge (—) (Vl"’ld%(_) ).( V({lq'dlj)' ) */0y! '
Phhn= I T il o S (0,1 DIQJYQI DRI

Lk 3 [} (74)

and
- Jo 1 U
QJIDII) =T (-)* "i(zlm)(n‘ . _Q)w:;.l(mqlwad). (75)
q s i

(B) Application to some Simple Cases
As an example of the above, let us consider a simple case of slow predissociation, namely:

AB('T) —s AB*('TI) —» AB*('T) — A*('P)+ B('S) = A('S)+B('S) (76)

where j,=1, je=0 and (3,=0;=0. Since, in addition, j =0, we can use eqn (31) to
calculate the fluorescence cross-sections with:

Jg U, js Jo K\ wssei-
P‘é"-(-)’-*"( ; 6’ Io(){j«; ’; J,}°ﬂ’*") (m

Ty T
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16 Polarization of Photofragments

and
o 2wkl . .
Pr o 9rd'|(1r=0|ID|lja=l>|’§P¥"Fx(¢a,ef) (78)

from which we obtain

(2J;+1)/(J;+2) for R(J) transitions
r=PY /PP =5(-)""x 1 for Q(J,) transitions (79)
(2J;+1)(J;—1) for P(J,) transitions.

With the use of eqn (78) and (79) we can calculate the polarization degree of the
photofragments fluorescence. For incident linearly polarized light we shall have:

_ o/ - @a/al), _ 3
(30/a0y+(3c/af), 2r—1

which, in the case of an R(1) transition for instance, gives:
P=3/11. (81)

If again we consider the case where the fragments have fine structure:

(80)

AB('S) — AB*('1) — AB*('S) —» A*(P) + B(S) — A(S)+B(’S) (82)
we have from eqn (36), (38) and (73):

ao'in) . . oo fin da KV ou0 |
—aﬁ-f-x(luﬂ) '(]A=l/2"D".’A>I§ 11 12 PyA'Fy(e;, e) (83)
with
. Jg J 11 1 1 K -
G = (Yt 7 7o Jidqeq(-)
re=r (5 6 0)o o o)l s afora e
From eqn (83) and (84) we finally obtain for linearly polarized incident light:
PV =g
(85)
P = 3
ar+1

r being defined by eqn (79). Eqn (85) shows, just as in the direct photodissociaton
case, the depolarization effect due to the spin coupling. In paricular, for an R(1)
transition:

PP =17, (86)

The case studied here actually applied to H; in the region of the D('Il) state. This
state is coupled by rotational interactions to the B'('E) state, which correlated
to H(2p)+H(1s) fragments. If the fine-structure components are not resolved in
the experiment we have to add the intensities of the two components. Using the
fact that @,,=2®,, [see section 3(C)] and that |(jAa=1/2|D|js=3/2)=
4(ja=1/2|D|ja=1/2)’, we obtain

-3
P 6r+1

and for an R(1) transition P =3/31, which, as expected, is much smaller than P**/?.

87

.
. e o

. Seeo o

ettt e - 0 5 g B



—Fv

M. Glass-Maujean and J. A. Beswick 17
5. Photodissociation of Polyatomics

The general expressions eqn (35)-(37) can be used in the case of polyatomic molecules
with j, and ja being the total angular momenta of the.fragments (electronic plus
rotational). What remains to be done is to express the initial wavefunction Iai) in terms
of the body-fixed frame with z’ in the direction of R, which in this case is the vector
going from the centre of mass of A to that of B. Usually, R does not constitute a
principal axis of inertia for the bound molecule, so that a transformation is needed in
order to express the asymmetric rotor wavefunctions describing the initial state in the
reference system of the principal axes of inertia in terms of the symmetric-top wavefunc-
tions |QJM) referred to the body-fixed frame used in our calculations. To illustrate this
point, let us consider the triatomic case with no electronic angular momentum. The
ABC molecular dissociating into an atom A and a diatomic molecule BC will be described
by the R vector going from A to the centre of mass of BC and the r vector of BC. If
both fragments have zero electronic angular momentum, the body-fixed wavefunctions
|jQJIM) will be given by

(FR|jQIM) = Y;0(6, )R |P10) (88)
with (R|®%.q) being the symmetric-top wavefunctions defined in eqn (8). The polar
angles 0 and ¢ correspond to r in the body-fixed frame.

Using eqn (8), eqn (88) can be written
2J+1
4m
The initial wavefunction |a;), on the other hand, is usually given in terms of the
symmetric-top wavefunctions in the reference system of the principal axes of inertia:

2 +1\"? .
le0=3 I (2) Dt B, (50)

where (a, B, y) are the Euler angles specifying the orientation of the principal axes of
inertia with respect to the laboratory frame. Between the two body-fixed frames there
will be a rotation of angles (8, 7, £) which can be calculated knowing the equilibrium
geometry of the molecule. We shall then have the transformation:

Dux(a, B,v) =§ Dia(drs Oz, #) Dok (8, 1, £) : 91)

1/2 . : )
<?§|jﬂJM>=Y,-n(o,0)( ) Dia(dr, Or, ¢). (89)

and therefore |a;) can be written as in eqn (17) with
. 1

|¢:{‘> = E D:!.K,(ay LD 6)E|¢Jkl)- (92)

Using eqn (92) in eqn (27) provides the final expressions for the dissociation of a

triatomic molecule. For direct dissociation, the axial recoil approximation is usually
valid for the dissociative state |a,, £5™). In that case, eqn (40) can be used.

6. Conclusions

We have revisited the general theory of fluotescence polarization of photofragments in -

the framework of the density-matrix formalism. The excitation density matrix was first
calculated in the molecular frame and then transformed to the laboratory system of
axes to obtain both the alignment and the orientation of the fragments. In the laboratory
frame, the excitation density matrix clearly shows the coherence eftects which are the
result of simultaneous excitation of dissociative electronic states with different sym-
metries correlating to the same limit. We have paid particular attention to the proper
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18 Polarization of Photofragments

treatment of the asymptotic behaviour of the dissociative wavefunction in the multichan-
nel case. This allows us to treat correctly the case of non-adiabatic transitions occurring
during the half-collision after photon absorption.

We have also studied the case of slow predissociation and shown how this general
treatment can be applied with some minor addition calculanons to the dissociation of
polyatomic molecules.

Appendix

Substituting eqn (2) into the matrix elements (a;, D - e]ay, £4) for both |ay) and |ay),
the integral over ¢, in eqn (1) will involve integrals of the form

- exp(—iK4R)
z—J‘o def(Kd)j dR—K Ko+

where K = (2uE)"*/ h, ya=2uls/ h*(K + K4) and where f(K,) is a smooth function.
Interchanging the integrals, one obtains

,=[0 A for the integrals involving exp (—iK4R); (A2)
2uaf(K)/(K £ K;+iyy), for the integrals involving exp (iK4R). )

and neglecting the non-resonant terms involving (K + K;+iyy)™' one finally obtains,

exp (+iK(R) (A.1)

for K = K, eqn'(3) of section 2(A).
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Vector and Product Quantum-state Correlations for
Photografmentation of Formaldehyde

Thomas J. Butenhoff, Karen L. Carleton, Mie-Chen Chuang and C. Bradley Moore*
Department of Chemistry, University of California, Berkeley, California 94720, U.S.A.

The vector correlations of para-H, (v=1, J =0-8) produced from H,CO
photolysis on the rRy(0)e line of the 2'4' S, «§, transition have been
measured by analysing Doppler-resolved laser-induced fluorescence line-
shapes. The correlations of the H,CO transition dipole moment p with the
H,; recoil velocity v and u with the angular momentum J are small, probably
because H,CO rotates many times between excitation and fragmentation.
The correlation of v with J has been found to be hetween the limiting cases
of vf|J and viJ. In addition, the H,(v, J) linewidths have been used to
measure the product state correlation. H, fragments in high vibrational
states correlate with CO fragments in low rotational states.

Formaldehyde is an excellent molecule for the study of photofragmentation for a variety
of reasons.'” Its well resolved S, « S, spectrum allows excitation to single rovibronic
levels. The photodissociation mechanism for the molecular channel has been well
established:' the excited molecule internally converts to high vibrational levels of the
ground electronic state and then dissociates to form H, and CO.

Past studies of the photofragmentation have concentrated on energy disposal in the
products. The product translatlonal energy distribution has been measured by time-of-
flight mass spectroscopy, the CO(v, J) distribution has been measured by laser-induced
fluorescence (LIF),? and the artho-H, (v, J) dlstnbunon has been measured with coherent
anti-Stokes Raman spectroscopy (CARS).! These experiments have yielded a wealth
of information about the dissociation dynamics. The high rotational excitation of the
CO corresponds to an impact parameter of ca. 0.9 A, which implies that the H, is
repelled by the charge distribution outside of the carbon nucleus of the CO.? The large
impact parameter is consistent with the bent planar ab initio transition-state geometry
and reaction coordinate.>*

To date, the experiments on H,CO have measured scalar properties of the photodis-
sociation process. Recently, it has become possible to determme vector correlations
from the analysis of the fragment LIF Doppler profiles.”® The vectors involved are the
photolysis laser polarization ¢, the transition dipole moment of the parent molecule
#, the velocity of the fragment v, and the angular momentum of the fragment J~-The
excitation laser preferentially excites parent molecules whose transition dipole moments
are along the polarization axis of the laser. If the parent dissociates on a timescale short
compared to its rotational period, the parent anisotropy is carried over to the fragment’s
translational recoil direction and rotation which results in (i - v) and (@ « J) correlations.
In addition, the repulsive force of the dissociation can result in a (p- J) correlation,
which, unlike the other correlations, is not smeared out by parent rotation. The magni-
tudes of these vector correlations are sensitive to the photofragmentation dynamics and
should provide good tests of dynamical models.

The Doppler profiles provide fragment translauonal energies, which can be used to
measure product quantum-state correlations.” None of the previous work has measured
state-resolved velocities. In the case of CO, the bandwidth of the probe laser was larger
than the Doppler width of the peaks; in the CARS work, the H, was translationally
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2 Formaldehyde Photofragmentation

cooled by collisions with helium to reduce the Doppler width and increase the detection
sensitivity. The CO(v, J) and H,(v, J) populations together with the measured transla-
tional energy distribution suggest that there may be a correlation between the CO
rotational state and the H, vibrational state.*

This paper reports the initial results of vector and product quantum-state correlation
measurements from Doppler-resolved LIF lineshapes of the H,(v, J) fragment.

Experimental

Formaldehyde was photolysad on the rRo(0)e line of the 2'4' S, « S, transition in a
pulsed supersonic free jet. The nascent H,(v, J) product was probed on the
C'Il, «+ X 'E; or B'X; « X 'I transition by vacuum-ultraviolet (v.u.v.) laser-induced
fluorescence (110-116 nm). Fig. 1 shows the three experimental geometries employed
in this experiment. The jet axis was mutually orthogonal to both the laser-propagation
direction and the fluorescence-detection direction. The polarizations of both the photoly-
sis and probe lasers were linear, as measured by a Glan-Thompson polarizer.

The photolysis laser consisted of a Nd: YAG pumped dye laser (Quantel TDLS50,
LDS-698/ DCM dye mixture, 10 Hz) doubled in a static KDP crystal. Typical characteris-
tics were 5-7 mJ per pulse, 10 ns pulse length and 0.3 cm™' bandwidth at the 339 nm

" photolysis wavelength. The 0.5 cm diameter laser beam intersected the jet 1.5 cm below

the nozzle. H,CO fluorescence was collected with a photomultiplier (PMT) which was
mutually orthogonal to both the jet and laser propagation axes. During the photofrag-
mentation experiment, the H, product signals were normalized by the H,CO fluorescence
to reduce fluctuations from photolysis laser intensity and H,CO number density.

The products were probed 100 ns after. photolysis. The probe laser consisted of a
Nd:YAG pumped dye laser {Quantel, LDS-698/DCM dye mixture) which was

(a) %

Fig. 1. The photolysis (k,, ¢,) and probe (k,, ¢,) laser-beam geometries (k and € are the laser

propagation directions and polarizations) are shown with the detector axis D. All polarizations

are detected. Case (a) is a mutually orthogonal geometry, case (b) is the coaxially detected
geometry with e, |s,.

.
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frequency-doubled in an autotracking KDP crystal (Inrad). The ultraviolet output pulse
(ca. 7 mJ per pulse, 10 ns) was focussed with a 15 cm lens into the centre of a 10 cm
long krypton tripling cell to generate the v.u.v. Typical krypton pressuies were 50~
300 Torr,T depending on wavelength. The v.u.v. and residual u.v. light excited the
tripling cell through a v.u.v.-grade lithium fluoride (LiF) window directly into the vacuum
chamber. The v.u.v beam diameter was estimated to be 0.4 cm in the probe region.

V.u.v. power fluctuations were monitored by measuring the v.u.v.’s specular reflection
from a LiF flat with a solar blind PMT (EMR 542G-08-19, LiF window). The LiF fiat
was placed in the vacuum chamber between the jet and the entrance window for the
photolysis laser. To avoid saturation of the PMT, the reflected v.u.v. was attenuated
with fine nickel mesh. The difference in LiF reflectivity for the two probe laser polariz-
ations was accounted for in the peak intensity measurements.

Undispersed, unpolarized H, fluorescence was detected with a solar-blind PMT
(EMR 542G-09-19, MgF, window) mounted in the vacuum and situated mutually
orthogonal to the jet axis and the laser beam-—propagation directions. The 2.9 cm
diameter cathode of the PMT was Scm from the jet axis. When probing the
C ', «~ X 'I; H, transition, a 2 mm thick v.u.v.-grade MgF, flat was placed in front
of the PMT to ﬁlter out scattered v.u.v. laser light. When probing the B'S) « X 'S H,
transition, a 2.2 cm diameter f/1 CaF, lens collected and focussed the fluorescence onto
the PMT as well as filtered scattered v.u.v. laser light. The PMT signals were amplified,
boxcar-averaged, digitized and stored in a personal computer. The same computer was
used to trigger the pulsed nozzie, trigger the Nd: YAG lasers and scan the probe dye laser.

H,CO was made in the usual manner.'® The sample mixture was prepared by flowing
He (550 Torr) over liquid H,CO (T =—89°C, P, ,pou=8.7 Torr'') and expanded into
the vacuum chamber through the 0.8 mm diameter orifice of the pulsed nozzle (General
Valve).

Various transitions were used to probe the H,. z(v =1) was probed on the
B'E**—X T (2, l)and (3, 1) bands, H,(v=3) on the C 'Il, « X '2; (1, 3) band and

Hy(v=2) on the C M, X'E; (0,2) and B'S; « X 'Z; (6, 2) bands.

Analysis and Results

Vector Correlations

The correlations between the parent dipole moment, u, the H, rotational vector, J, and
the product velocity vector, v, are extracted using Dixon’s lineshape analysis.”'* If the
product is assumed to have a single recoil velocity o, then the spectral rovibrational line
profile is given by

I
8(x) =55~ [1+ BerPa(cos 6) P x)] (1)
Vb

where Ay, = v/ c is the maximum Doppler shift (v, is the line c»ntre), X is the ratio
of the Doppler shift to the maximum Doppler shift [ x = (v ~ uo)/ Avp), I is proportional
to the mtegrated intensity of the transition, P;(x) =(3x?—1)/2 is the second Legendre
polynomial, 6 is the angle between the photolysis polarization and the probe-laser
propagation axis and B« is the effective lineshape parameter. The effective lineshape
parameter, as expressed by Dixon, is

8 (bzao<20) +b,83(22) + b4ﬂo(22))
o bo+ b,83(02) :

(2)

t1 Torr = 101 325/760 Pa.
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Fig. 2. Alignment for Hy(v=1) as a function of rotational state from photolysis of 2'4' H,CO
on the rRy(0)e line.

Here, b, . . . b, are calculated constants for a given rovibrational transition and geometry,
and each of the B parameters is related to a vector correlation. The alignment of the
J vector in the laboratory frame is typically given by A3,'* which is equal to $82(02) in
Dixon's analysis. The spatial anisotropy, often referred to as 8,'* is equal to 283(20).
The other correlations in this analysis are the vJ correlation, 8,, = 85(22) and the
multiple correlation, B8,.; = B3(22).

Both a P- and an R-branch for each H,(v =1, J) state were measured at least twice
for three combinations of photolysis and probe-laser polarizations. The line profiles
were least-squares fitted to the lineshape function (which was convoluted to a 1.0 cm™
f.w.h.m. Gaussian to account for initial parent velocities and the probe-laser bandwidth)
to determine the intensity, maximum Doppler shift and lineshape parameter. Since our
detection is unpolarized, each geometry is the average of two of Dixon’s standard cases.’
The geometries shown in fig. 1 correspond to his cases 1 and 2, 9 and 10, and 11 and 12.

The most reliable method to evaluate the alignment is to analyse the integrated peak
intensities as a function of branch and geometry. The integrated peak intensity, I, is
related to AJ by"’

I = CSG(bo+3b, A7) (3)

where C is proportional to the population, S is the absorption line strength, G accounts
for geometric experimental differences (laser-beam overlap, H,CO fluorescence signals
etc.), and b, and b, are the same as in eqn (2). In a given geometry, b,/ b, is similar
for P- and R-branches which necessitates the use of multiple geometries. The experi-
mental geometry factor G is determined from the R(0) line intensities: for R(0), b, (as
well as A2) is zero, and C does not vary with geometry, <o G is proportional to I/b,.
The R(0) line was measured ten times for each geometry in order to determine G
accurately. The least-squares fit to the plot of I/(SGb,) vs. 5b,/4b, yields an intercept
equal to C and a slope equal to AJC. Fig. 2 shows the alignment measured for Hy(v=1).

After the alignment has been determined, the denominator of eqn (2) is known and
a least-squares fit of the 8. measurements is used to determine the other three correla-
tions, B, B., and B,,,. The measured spatial anisotropy, vJ, and uuvJ correlations for
H,(v=1) are shown in fig. 3. Sample data are shown in fig. 4. The simulated line profile
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Fig. 3. Vector correlations for H,(v=1) as a function of rotational state from photolysis of 2'4!
H,CO on the rR,(0) line. (a) spatial anisotropy, (u v, (b) v/ correlation, (v- J) and (c) muitiple
correlation, (p - v+ J).

has a B, calculated with eqn (2), using the measured values ol 8, B, and B,,,. The
calculated 8., agree quite well with the B, obtained by finding the best-fit parameters
for each individual line.

Product Quaatum-state Correlations

The average velocity for a particular H,(v, J) state is determined from the H, maximum
Doppler shift, Avy. The corresponding CO average velocity and the total average
translational energy in the products is calculated using conservation of linear momentum.
The distribution of these average translational energies is calculated by scaling each
value by the corresponding Hy(v, J) populatnon, the H, vibrational state popufations
have previously been measured by CARS* and the rotational state populations were
measured by LIF.'® Fig. 5 shows the result and compares it with the translational energy
distribution measured by time-of-flight mass spectroscopy.’ In making fig. 5, the average
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fluorescence intensity (arb. units) ’

Doppler shift/cm™"
Fig. 4. H,(J =2) line profiles for the coaxially detected geometry with e,.L€,. The simulations
assume a single fragment recoil velocity v and include a convolution with 2 1.0 cm™' f.w.h.m.
Gaussian to account for the probe-laser bandwidth and initial parent velocities. The top trace is
the B'S;«X'S] (3, 1) P(2) line; the simulated lineshape has B.;=0.577 and v=
1.57x10°cms™'. The middle trace is the B'S) « X 'S} (3, 1) R(2) line; B, =0.096 and v =
1.57%10°cms™'. The bottom trace is the C'Il,« X 'E; (1, 3) R(2) line; B.=0.580 and
v=131x10°cms™'. The three peaks are not drawn on the same scale.

translational energy was calculated and plotted for each H,(v, J) line measured; the
fact that some H,(v, J) lines were measured more than others was considered when
scaling the populations. It is clear, and not surprising, that lower H, vibrational states
correspond to higher average translational energies.

The average CO rotational state that corresponds to a given H,(v, J) state can also
be determined by conservation of energy:

Ello((co) = BJ(J+ l) = E-vl - Eim[H2(u, J)]_ E(nm(H2+Co) (4)

where B is the CO rotational constant, E,, is the total energy available to the products,
Eiq, is the vibrational and rotational energy of the H, product ard E,,,, is the total
translational energy of the products. The CO is considered to be in its ground vibrational
state (experimentally only 14% is measured in v =1). The porobability of a calculated
CO rotational state is proportional to the corresponding H,(v, J) population. Fig. 6
shows the CO rotational distribution calculated from H,(v, J) Doppler widths and
populations, and the CO rotational populations measured directly by Bamford et al
Asin fig. 5, Joo was calculated and plotted for each H,(v, J) line measured. As previously
predicted,* higher vibrational states of H, are correlated with lower rotational states of
CO.
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Fig. 5. The product translational energy distribution calculated from H,(v, J) Doppler widths
and populations. The dashed lines give the error limits on the measured translational energy
distribution [ref. (3)].
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Fig. 6. The Co rotationa state distribution calculated from H,(v, J) Doppler widths and popula-
tions. The dashed line is the measured CO(v = 0) distribution [ref. (2)].

Discussion

Vector Correlations

Vector correlations offer new information and insights on photofragmentation dynamics.
Dixon discusses the limiting values for vector correlations in the case of no parent
rotation and high-J products (-0.4< A} <08, -1< g <2and —-0.5< B, <1).” Unfortu-
nately, formaldehyde is not the simplest case of fragmentation since the dissociation

LR e ae

L

- %

.




—d

v gty - Atactumelii gttt

- ————

8 Formaldehyde Photofragmentation
(a) b
H
\ e a
C (o]

H/ ¢

(b)

“~H
H

\

Fig. 7. ) Molecule-fixed axes and dipole moment in the ground state of H,CO and (b) the ab
initio transition-state geometry and reaction coordinate vectors.

occurs predissociatively from a long-lived excited state (50 ns lifetime). This causes
some averaging of the initial correlations owing to the many excited-state parent molecule
rotations prior to dissocia:ion. It is therefore not surprising that the laboratory-frame
correlations measured in these experiments, the spatial anisotropy and the rotational
alignment, are small. However, theoretical work suggests that these correlations are not
totally destroyed. Yang and Bersohn have shown that the spatial anisotropy for a
symmetric top is reduced by a factor of 4-5 as the parent-state lifetime becomes large.'®
Nagata has shown that the ali;nment is greatly reduced by parent rotations, but is does
not necessarily become zero.'

Formaldehyde is approximately a symmetric top (A=9.406cm™', B=1.295cm™',
C=1.134cm™"),'" which in these experiments is excited to the J=1, K, =1, K. =1)
state by a b-type transition. The dipole moment along the b axis is in the molecular
plane, perpendicular to the CO axis (see fig. 7). The measured spatial anisotropy of
the H, (J =2, 4, 6) product is small; however, J=0 and J =8 havs 8 values near the
expected upper limit of 0.5 for a symmetric top. This suggests that the H, product
velocity vector is mostly parallel to the parent dipole moment for J=0 and J =8,

We can qualitatively understand these results in terms of an impulsive model where
the peak of the H, product-state distribution is determined by the transition-state
geometry and the width arises from motions in the transition-state normal modes (similar
to the effects of parent molecular motions in a direct dissociation process).'"” This is
consistent with the observed Boltzmann-like rotational distribution which peaks at
J=3-4." The J=0 and J =8 populations are small since there are only a few special
transition-state geometries and momenta which produce H, in low or high rotational
states. The H, products from these special geometries must have a large (u * J) correla-
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tion and a positive anisotropy. However, the populations in J(H,) = 2-6 are considerable
larger. There are many transition-state geometries which lead to intermediate rotational
states with a corresponding distribution of recoil velocity directions. This causes a
reduction of the observed anisotropy. As a result, the anisotropy is larger for the extremes
of the distribution and reduced for the majority of the rotational product states.

The measured H, alignment is small, but negative. Unfortunately, as shown by
Nagata, a b-type parent excitation followed by rotation drastically reduces the alignment
and may even cause it to change sign.'” It is therefore difficult to draw conclusions
from the alignment parameters in this case. Since both the alignment and the anisotropy
are small, the triple vector correlation is almost negligible. Parent molecule rotation
makes interpretation of the the laboratory-frame correlations difficult. Experiments are
now underway o measure the ortho-H, vector correlations produced from the rotation-
less parent excited state.

Unlike the spatial anisotropy and the alignment, the ©/ correlation should be
unaffected by parent rotation and should be easier to interpret. This correlation occurs
at the instant of dissociation in the molecular frame of reference, independent of the
laboratory frame. Dixon has given the high-J limits of the oJ correlations: 8,, =1.0
for o||J, and B,; = —0.5 for v.LJ. Although most of the H, data are not in the high-J
limit, the J =6 and J = 8 data suggest that v is intermediate between being parallel and
perpendicular to J. This may result from a oJ correlation at some intermediate angle
or a distribution of nJ correlations in between parallel and perpendicular orientations.
It is not clear how to interpret B, for very low J values, and it is not known whether
the B, values for J =2 or J =4 are closer to one extreme or the other, but they are
most likely also intermediate in value.

One explanation for the observed uJ correlation is that the final H, v and J vectors
are influenced by out-of-plane motions in the formaldehyde transition state. In the
out-of-plane normal mode, the two H-atom motions are out of phase, one moving up
while the other moves down.” The H,C—O angle at the turning point of this floppy
zero-point motion (900 cm ™' frequency) is 30° (similar to the angle in the H,CO excited
state). Previously, it was believed that the H,CO dissociation occurred in the plane of
the transition state, which would result in v being perpendicular to J. However,
transition-state motions could easily contribute to a non-planar dissociation. In addition,
excitation of the low-frequency transition-state vibrations, in particular the out-of-plane
bend, would increase the non-planar character of the transition state. Experimentally,
the 2'4' rR,(0) S, excitation prepares the H,CO molecule with 1140-2225 cm™' of energy
above the barrier on the S, surface.? This excess energy should result in one or two
quanta of vibrational excitation in the transition state which would cause J to be less
perpendicular to o.

We have also measured the vector correlations for H,(v = 3) using the C 'I1, « X '2:
transition. Although they show qualitatively similar behaviour to the H,(v =1) correla-
tions, there is the possibility of competition between LIF and 1 v.u.v. + 1 u.v. multiphoton
ionization which becomes accessible for the C 'Il, « X 'Z; transitions. This should
negligibly effect the linewidths, but might alter the peak shapes.”’ Future experiments
will measure the Hy(v=3) correlations through the B'S} « X 'Z; transition where
ionization (1 v.u.v.+1u.v.) is not a problem.

Preliminary studies of other H,CO excitations suggest that the vector correlations
are quite sensitive to the initial H,CO rovibrational state. This contrasts with the
rotational distributions which change little with differences in parent excitations.>'* Fig.
8 shows H,(v = 3, J = 2) line profiles for two different 4* S, H,CO rotational levels. The
line profiles are markedly different. The change in line profiles is most likely caused
by a change of the fragment anisotropies. Excitation of parent states with K. =0 may
produce fragments that are more anisotropic than those with K. > 0 because of a better
preservation of the initial parent molecule orientation when K =0. When H,CO is
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fluorescence intensity
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Doppler shift/cm™"

Fig. 8. The effect of rotational state in the 4° S, H,CO band. Both spectra show the C 'II, « X 'Z;

(1, 3) Q(3) line taken with the mutually orthogonal geometry. (a) rR,(1)o line photolysis (S,

H,CO J =K, =2, K.=0); the simulated lineshape has B.;=—0.433 and v=1.29x10°s"". (b)
tR,(1)e line photolysis (S, H;COJ =K, =2, K. =1); By;=0.105 and v=1.29x 10°cms™".

excited to the same rotational line of a different vibrational band, the H, lineshape
parameters, By, are also different (fig. 9). A given H,(v, J) line is more dipped for
H,CO excited to its 4° band than to its 2'4' band (for the mutually orthogonal geometry).
The 4* H,CO excitation is 600 cm ™" below the 2'4' band and may lead to less excitation
in the transition-state vibrations. We are in the process of studying these effects with a
full quantitative analysis.

Product Quantum-state Correlations

The measured product-state correlations show a striking dependence of the CO J-state
distribution on the H, rovibrational state. As more of the available energy is put into
H, internal excitation, the CO rotational energy decreases. As shown in fig. 6, more
energy in H, vibration correlates with less CO rotation. The calculated CO rotational
distribution does not exactly agree with that previously measured.” Computer simula-
tions were employed to study the effect of fitting lineshapes with a single recoil velocity
when undoubtedly the H, fragments have a distribution of velocities. A velocity distribu-
tion was constructed by assuming a particular Ha(v, J) state correlated with a Gaussian
distribution of CO(v =0) J states. Doppler profiles that included the fragment velocity
distribution as well as a 1.0 cm™' Gaussian laser bandwidth convolution were calculated
with various values of B, and then least-squares fitted to the single fragment velocity
Doppler lineshape function. For Jco distributions with f.w.h.m. <S§, the single fragment
velocity fits reproduce the average fragment velocity and the Joo peak. For Jeo
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fluorescence intensity

- L 1 1 I
-8

Doppler shift (cm™)

Fig. 9. The effect of the S, H,CO vibrational state. Both spectra show the B'S} « X 'Z] (2, 1)

P(2) line taken with the mutually orthogonal geometry. (a) The 2'4' rRy(0)e photolysis; the

simulated lineshape has B =0.145 and v=1.57x10°cms™". (b) The 4* rRy(0)e photolysis;
Pert=—0.242 and v=1.57x10°cms™".

distributions with an f.w.h.m. of 10, the single-velocity fits systematically produce a Avp
and a fragment velocity that is a few per cent too large. This causes the calculated J-o
to be 2-5 quanta lower than the peak J.,. This shows that the distribution of velocities
for each H,(v, J) can account for the discrepancy between the measured J¢o, distribution
and that calculated from the measured H, Doppler widths. The H, v =0 states were
not measured, but they are expected to fill in the high-J part of the distribution.

The correlation of product quantum states was predicted in previous H,CO studies.*
Their CO rotational distribution was highly inverted and best explained by a large
dissociation impact parameter (0.8-0.9 A).? Constraining the impact parameter distribu-
tion about some large value would produce the observed correlation as follows. Con-
servation of angular momentum requires that

Jiot = n,co= L+ dco+ Iy, (5)

where L is the orbital angular momentum of the separating pr'oducts and the J; are
rotational vectors. The initial parent angular momentum is essentially zero (Ju,co=1)
so that

L= pvbm~|Jeo+Ju] (6)

where . is the H,—CO reduced mass, v is the relative veloaity of the products and b
is the impact parameter. Most of the internal angular momentum of the products is in
Jco. As more energy is put into internal product excitation, the translational energy
and therefore the velocity, v, must decrease. Since b is constrained, a lower velocity
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12 Formaldehyde Photofragmentation

Table 1. Product correlations and impact parameters

H, state average impact parameter®/A
H, velocity

v J /10°cms™ Jeo Jeo+Ju, Jeo Jeo—Ju,

1 0 1.57+0.02 4214 0.86 0.86 0.86
2 1.57 40 0.87 0.82 0.77
4 1.54 40 0.92 0.83 0.74
6 1.51 38 0.94 0.81 0.67
8 1.49 30 -0.83 0.65 0.47

2 2 1.45+0.04 35%9 0.83 0.77 0.73
4 1.43 33 0.84 0.75 0.64
6 1.45 17 0.52 0.38 0.24

3 0 1.33+0.04 32+8 0.77 0.77 0.77
2 1.31 33 0.87 0.81 0.76
4 1.32 25 0.72 0.62 0.50
6 1.30 18 0.61 0.45 0.29

? The H, and CO J vector combinations correspond to: corotation (Jco+Jy,), counter-rotation
(Jco—Ju,), and the rotational vectors perpendicular to each other (Jco).

and therefore the velocity, v, must decrease. Since b is constrained, a lower velocity
results in less orbital angular momentum and therefore less CO rotational angular
momentum. The constrained impact parameter causes internally excited H, states to
correlate with CO states in lower rotational levels.

The impact-parameter disributions can be calculated from the product correlation
data using eqn 6. In order to do so, however, some assumption must be made about

- the relation of the H, and CO rotation vectors. The impact parameter as a function of

H, J state is given in table 1 for several combinations of these vectors. The limiting
cases are Jy, parallel to Jco (corotation), J,;, perpendicular to Jco, and Jy, antiparallel
to Jco (counter-rotation). As suggested by the uJ correlation, the situation may be
intermediate between the parallel and antiparallel extremes owing to the non-planar
motions of the transition state. At this time, the experimental evidence does not
discriminate between corotation or counter-rotation. The only firm conclusion is that
the calculated impact parameters are large and outside the centre of the carbon nucleus
as previously suggested.

Conclusions

We have seen strong evidence for correlations of the CO(v, J) and H,(v, J) product
states from formaldehyude photofragmentation. H, states with more internal excitation
correlate with CO states with less rotation. These correlations can be explained by the
constrained impact parameter distribution. The observed H, vector correlations are
diminished by the long lifetime of the excited H,CO parent state. However, the oJ
correlation which should be unaffected by parent rotations suggests that v is intermediate
between being parallel and perpendicular to J. This is most easily understood in terms
of the large out-of-plane motions of the H,CO transition state. Preliminary evidence
suggests that the vector correlations depend strongly on the initial parent quantum state.

This research was supported by U.S. National Science Foundation grant CHE83-04893.
T.J.B. acknowledges support from the U.S. National Science Foundation in the form
of a pre-doctoral fellowship. K.L.C. thanks the Adolph C. and Mary Sprague Miller
Foundation for a postdoctoral fellowship.
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Vector Correlations from Doppler-broadened Lineshapes
State-select_ed Dissociation of Methyl Nitrite

Michael P. Docker, Anton Tiéktin, Ueli Briihlmann and J. Robert Huber*

Physikalisch-Chemisches Institut der Universitit Ziirich, Winterthurerstrasse 190,
CH-8057 Ziirich, Switzerland

The theoretical framework needed to analyse sub-Doppler lineshapes
obtained by 2+1 LIF spectroscopy is outlined and applied to data for the
state-selected photodissociation of cis-methyl nitrite (CH; ONO). Excitation
into the second overtone of the terminal N==O stretch (v' = 2) produces NO
fragments with zero, one or two vibrational quanta and a highly correlated
set of vector properties. These vector properties can be quantified in terms
of five bipolar moments, which include the rotational alignment, the transla-
tional anisotropy parameter, the second Legendre moment of the (o, ;)
correlation and two moments which characterise the three-vector (u, v, j)
correlation [ 82(22) and B3(24)]. In principle, these bipolar moments can
be used to separate the dissociation dynamics in to the influence of a
dissociation lifetime and a dissociation geometry. The experimental evidence
for the photolysis of methyl nitrite implies an essentially planar dissociation
geometry leading to a strong perpendicular (v,j) correlation [83(22)=
—0.34+0.05]. The slight deviation from complete planarity is probably
caused by torsional forces. The dissociation lifetime derived from the value
of the translational anisotropy parameter appears to be a function of the
fragment vibrational level. A simple model which explains many of the
observations is presented and discussed in the light of preliminary classical
trajectory calculations.

Molecular photodissociation is a primary chemical process for which a wealth of
dynamical and stereochemical information is now available.'? One reason for this
progress is the combination of detailed experimental measurements of fragment scalar
and vector properties'™® together with the insight afforded by modern q7uantum (and
classical) calculations using realistic ab initio potential-energy surfaces.*

In the present paper we concentrate on the dissociation of methyl nitrite into methoxy
and nitric oxide fragments following excitation into the vibrationally structured first
absorption continuum.

CH,;ONO(S,) + hv — CH,ONO(S, ) = CH,0 + NO(X *I1) (1)

This system has several interesting features amenable to experimental®-'® and theoretical
attack,’'"" including a prompt vibrational predissociation on a well characterised and
isolated potential-energy surface, which leads to an anisotropic angular distribution of
fragments with markedly non-statistical properties. ’

The scalar properties and some vector properties of the fragments have been discussed
in detail elsewhere.®'® Here we present new results covering the correlations between
the vectors u, v and j, where u is the parent molecular transition dipole moment, v is
the NO fragment velocity vector and j is the fragment rotational angular momentum.
We outline the theory required to analyse Doppler profiles obtained using 2+1 LIF
spectroscopy and use the resulting bipolar moments to discuss the vibrational state-
selected dissociation dynamics of methyl nitrite in terms of an essentially planar dissoci-
ation geometry and a possible fragment state-dependent dissociation lifetime.
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2 Vector Correlations in Photodissociation

Experimental

The experimental set-up and technique was similar to that described previously.®'* The
laser beams were generated from two dye lasers (a home-made Hiinsch type for photolysis
and a Lambda Physik FL2002E for analysis) pumped by the same excimer laser (Lambda
Physik EMG 101MSC) which was operated at 308 nm with a 10 Hz repetition rate. The
pulse energy of the photolysis laser was maintained at <2 mJ in order to avoid unwanted
multiphoton effects, whilst the two-photon absorption of the NO fragment
(X’I1— A*Z*) was achieved using a pulse energy of <1 mJ and a laser linewidth of
ca. 0.05cm™', determined by measuring the line profile of a thermal NO sample, and
monitored continuously using a thermally stabilised confocal etalon (Tecoptics, finesse
20-30, 400-500 nm) mounted behind the sample cell. A 10ns optical delay and an
operating pressure of =150 mTorrt ensured that collisional effects could be ignored on
the timescale of the experiment. Both laser beams were linearly polarised and the plane
of polarisation could be rotated by Fresnel rhombs (Suprasil, Steeg and Reuter) mounted
in front of the cell. The various experimental geometries used are depicted in fig. 1.

The NO fragment was detected by 2+1LIF using an unpolarised detector
(Hamamatsu R166UH and Schott UV-R-250 filter set) which collected the undispersed
fluorescence collinear to the analysis electric vector (g,). The signals were stored and
digitised by a boxcar integrator (SRS, SR250) linked to a Digital Minc 11 computer.
The computer also controlled the excimer laser repetition rate, the Fresnel rhomb rotator
and the tuning of the dye laser in addition-to correcting the signals for shot-to-shot
intensity fluctuations. :

F o]
| j
A T

Fig. 1. Alternative experimental geometries (A, B, D and M) for 2+ 1 LIF spectroscopy. Note

that in each case the & vector of the analysis beam (e,) points towards the detector (D) which

accepts unpolarised light. The laboratory-frame z axis is always parallel to the e-vector of the

photolysis beam (e,). At the magic-angle geometry (M) the beams cross at 35.3 °, the angle
between e, and &, is 54.7° and the two electric vectors are at 90°.

€.

11 Tore = 101 325/760 Pa.
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Theory and Analysis

The derivation of the lineshape function for 2+ 1 LIF is analogous to that described by
Dixon.'* We start with the general expression for the LIF signal as a function of the
symmetrised and re-scaled alignment parameters

I=CS Y Z,,.AY; q=0 2)
k.q

where C is a constant (including the population), § is a line strength factor and Z,,.,
is a coefficient dependent on the experimental geometry, the transition type and the
number of photons involved in the absorption/emission sequence.

The main step in the derivation involves re-writing the re-scaled alignment parameters
as a function of the Doppler shift, the angle 8, (between k, and €,) and the bipolar
moments which characterise the correlated (i, v, j) distribution in the molecular frame.
The transformation used is specific to one-photon dissociation by linearly polarised
light.'* The result is a series of expressions (one for each bipolar moment) depending
on the Z,,, coefficients and some Legendre polynomials of the Doppler shift which can
be conveniently re-written as

8(”)=2A;[80+82P2(xo)+34P4(xo)+86Po(xn)+gsps(xo)] (3)
Vp

where the g; coefficients are functions of the experimental geometry, including 6, and
the bipolar moments.'*

The structure due to the P,(xp), Ps(xp) and Pg(xp) terms will, in general, be
smoothed away more efficiently by the laboratory-frame-molecule-frame transformation
(convolution) and the integration over the spread of fragment translational energies
than the structure due to the P;(xp) term. Consequently, we ignore all but the first two
terms in egn (3). This assumption can be partially justified by adding weighted sums
of various lineprofiles to eliminate the influence of the P,(x,) term and hence confirm
the negligible contribution of the P,(xp) term (see later).

The full expressions for the g, and g, coefficients are

8= bo+b,85(02) (4)
82= b, B3(20)+ by 83(22) + b B3(22) + bs B2(24) (5)

where the form of the b, coefficients is given in table 1. The appealing simplicity of
table 1 arises from the fact that for all the experimental geometeries studied here the
axial symmetry of the final fluorescence step is preserved, i.e. we collect unpolarised
light which travels parallel to the electric vector of the analysis beam. Furthermore, the
expressions in terms of the ¢‘*’ factors are still quite general, and the only difference
between the equations for 1+1 LIF and 2+ 1 LIF is in the form of the ¢'*’ factors. For

Table 1. The b, coefficients

geometry bo b| bz r b. bs
A ) (2) —a® (2) _2a®
B :(0) - q(2) _Z(O) _Z(Z) 3.2 ;:(4)
D q(O) _ q(Z) zq(o) _q(Z) 4q 2) q(l)
{A+B+D) q° 0 0 —q? 0 0
M q(ﬁ) _§q(2) 0 __q(l) _;q(l) i:q(ﬁ
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2+1 LIF these are given in terms of the &’ factors of ref. (16) by

0) _ 1=

q =1-3&0; (6)
2) _ =t 1z _ b=t 1=

q = Q02302203222 72224 7
(4) _ =1 Y1 _ 1=t

q Q404 — 3422 —2®424- (8)

The high-J; limit of these g‘*’ factors is given in table 2. Note that the large values
of the q'* factors for 2+ 1 LIF contrast strongly with the values found for 1+1 LIF. As

. a consequence it is not possible to neglect the influence of the 83(24) term as is normaily

the case in the analysis of Doppler profiles obtained using 1+1 LIF.

Also note that the use of the ‘magic angle’ between the k vector of the analysis laser
and the laboratory-frame Z axis (||€,) does not result in an appremable simplification
of the lineshape as claimed by some authors'”'® since only the term in 83(20) vanishes.
Consequently, we only use magic-angle measurements to supplement the normal right-
angled geometries and not to provide any additional insight into the details of the
dissociation dynamics. It is possible to simplify further the lineshape function by setting
other angles to 54.7 °, e.g. the influence of the emitted photon in an n+1 LIF sequence
can be removed by collecting polarised emissicn with its £ vector at 54.7 © to the z axis.
The usefulness of such an approach will be discussed in more detail in a subsequent
publication.'

The analysis of the Doppler profiles was similar to that described before.'* The line
profiles were fitted using a non-linear least-squares routine, where the trial function was
of the form

- W
g(v)=j a1+ Pa(xo)] do ©)

where v is the frequency, v is the fragment velocity and Avp = vov/c is the Doppler
width. The relative Doppler shift is given by xp ={(» — »,)/Avp and the parameter B4
is equal to the ratio of the g coefficients described above ( B.q = g,/go). The distribution
of fragment recoil velocities is represented by W(v). We include the effect of the
laboratory-frame-molecule-frame transformation and the finite resolution of the analysis
laser by convoluting the trial function with a Gaussian function. Note that, in principle,
the parameter SB.q can be a function of the fragment velocity v, but that for experimental
convenience we assume that 8.4 and v are not correlated. We also assume that the
(unknown) functional form of the W(v) distribution can be approximated by a Gaussnan
in energy units [P(E,)),"* where the two distributions are related as follows:*°

W(v) = mvP(E,) (10)

and the Gaussian distribution has the following form

1 =2, a2
P(E()“S'ET;CXP[‘(E:‘EJ /G.E] (11)

Table 2. High J, limit of the ¢'*’ factors

(0)

transition q q q
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The mean of the Gaussian is E, and the f.w.h.m. is given by
AE,=2(In2)"%8¢ - (12)

where the quantity 5 is just v2 times the standard deviation of the Gaussian distribution.

It should be noted, however, that the Doppler profile fits are relatively insensitive
to the functional form of W(v) and that either a Gaussian in velocity or a rectangular
function in energy fit the data equally well. To minimise distortion of the results due
to the spread in the fragment translational energy we used a global fitting procedure
whereby 1-4 profiles (corresponding to the four possible geometries) were fitted simul-
taneously using a single value of E, and AE,, but with a difference 8.4 for each profile.
Furthermore, by generating composite profiles which correspond to a B, of zero (and
can be simulated with one less parameter) it was possible to provide an additional check
for the AE, values.

Results

All of the results described below were obtained by exciting the methyl nitrite parent
molecule at 350.8 nm in to the »’=2 band (two quanta of the terminal N = O stretch)
and monitoring nascent NO(X 1) produced in v»"=0,1 or 2 and with a rotational
quantum number of j=33.5. Thus we start with a well characterised initial state from
which dissociation may occur via one of three (vibrational) exit channels. Since we
monitor the same j value in all three cases the additional complication of disentangling
Jj-dependent dissociation dynamics from j-dependent alignment values, degree of elec-
tron alignment (Dg,) values or bipolar moments can be safely ignored.

The Doppler lineshapes for the v”=1 exit channel are shown in fig. 2 and 3. The
general shape is well represented by the functional form 1+ 8.4 P,(xp), but we can
make an additional test to justify the neglect of the P,(xp) (and higher-order terms).
From table 1 it follows that a sum of three line profiles for geometries A, B and D (see
fig. 4) will depend only on the (v, j) correlation [i.e. on moments of the form 89 (kk)]
and is independent of any correlations involving . This allows the immediate qualitative
conclusion that v and j are perpendicular [i.e. B5(22) is negative] since B.4 is positive
for the R line (very small dip) and negative for the S line (small bump), whilst the
q'7/q'” ratio is positive for the R line and negative for the S line. Note that this
conclusion is independent of any fit to the data and is thus also independent of our
assumption of a Gaussian spread of fragment translational energies.

The pair of composite line profiles can be further weighted and added in such a way
as to remove the influence of the 85(22) term but to still leave behind the terms in
B5(44) and B3(66)." Clearly, these higher-order terms make a negligible contribution
since the final composite lineshape is flat-topped (see fig. 4) and well represented by
the simple functional form described earlier. Admittedly, this test is not conclusive
since, we have not justified the neglect of the bipolar moments which represent the
higher-order components of the three-vector correlation but we feel that these approxima-
tions should not distort the remainder of the analysis.

The set of eight Doppler lineshapes for v” =1 and the corresponding data for v" =0
and 2 yield eight separate values of B.; which can be converted (via the solution of a
set of oversdetermined simultaneous equations) into four bipolar moments
[ 82(20), B3(22), B2(22) and B3(24)] (see table 3). Following previous practice'® the
value of B3(02) [equal to A’] was determined from integrated line intensities and
used as an input parameter in the extraction of the bipolar moments from the set of
values of B.q.

The Doppler lineshape analysis also yields two scalar properties of the photofrag-
ments (see table 4), namely, E,, the average translational energy and AE,, the f.w.h.m.
of the translational energy distribution, which also characterises the spread in the internal
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with j = 33.5 for the geometries A [(a), (d)), B[(b), (¢)] and D [(c), (/)] portrayed in fig. 1.
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£
0.0 1
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Fig. 3. As for fig. 2, but using the magic-angle gcometry (M).

energy of the sister methoxy fragment. The latter values should be regarded with some
caution since the simulations are relatively insensitive to AE,.

Discussion

The main features of the dissociation dynamics of meth.yl nitrite are well understood.*'**'
The C—O—N=0 group of the parent moleculc i3 approximately planar in both the
cis and trans conformers of methyl nitrite.” Excitation in the first absorption continuum
(So— S,) corresponds to an n—» #* transition originating in the lone-pair orbitals of
the terminal oxygen and nitrogen atoms and terminating in the delocalised n* orbital
which involves the three atoms of the O—N=0 moiety. The transition is A’'— A" in
character and is associated with a transition dipole moment perpendicular to the plane
defined by the O0— N=0 group. This simplifies the interpretation of the resuits compared

4
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Fig. 4. (a), (b) Composite profiles formed by adding the lineshapes for geometries A, B and
D[(a) is $:,(33.5)]). (c) Weighted sum of the R and S transitions (see text).

Table 3. Vector properties

v'=0 v'=1 v"=2 planar’

B -0.54 ~0.82 -0.95 -1.0
A.‘f’ 0.31 0.39 0.52 0.8
SAP/28 -1.4 -1.19 -1.37 -2.0

Dea 0.33 0.32 0.28 0.67"
B3(22) -0.30 ~-0.30 -0.41 -0.5
52(22) 0.34 0.32 0.34 0.5
Bi(24) -0.26 -0.27 -0.15 -0.5

“ For a hypothetical planar dissociation. ° Upper limit for
NO(X 1) in j = 33.5 (see text). ‘
¥
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Table 4. Scalar properties

=0 . v'=1 v'=2

oiv” 0.2 0.5 0.3

B -0.54 -0.82 -0.95

lifetime/fs® 340+ 100 170+ 60 0-80

lifetime/fs® 320+ 100 120£50 0-50

E, 5450 4580 3490

AE,_ 2500 1950 800

AE,/E, 0.46 0.43 0.23
1 0.92-0.95 0.92-0.97 0.93-0.97

¢ Vibrational quantum yield derived from the data of ref. (30).
* Using the quasi-diatomic model?®?* (see fig. 5 in Felder et al.?®)
and assuming an uncertainty of 10% in 8. < Asfor (b), but including
the effect of parent-molecule rotation as the fragments separate
(see text). ¢ Range calculated from the f.w.h.m. of the Gaussian
distribution.

with the situation for a parallel transition since there is no uncertainty about the position
of the molecular frame reference axis and it follows that the initial molecule-frame-
laboratory-frame transformation is unambiguous. Dissociation of the S, state occurs
via vibrational predissociation. The two-dimensional potential-energy surface involving
the coordinates r(N=0) and R(O—N) is characterised by a shallow well which
introduces a small barrier along the reaction coordinate. The potential well can support
quasi-bound levels which give rise to vibrational structure in the S, — S, absorption
spectrum.

The decay of the excited parent molecule occurs by one of two routes, namely, by
tunnelling (a vibrationally adiabatic process) and/or by coupling vibrational modes to
the reaction coordinate (a non-adiabatic process). The most efficient decay channel is
promoted by coupling of the N=0 stretching mode (which supplies one quantum) to
the reaction coordinate. This gives rise to the propensity rule v =o' —1."

It has been accepted for some time® that the positive alignment, negative g and
perpendicular (v, j) correlation (see table 3) are firm evidence for the nature of the
electronic transition and the planar character of the dissociation process. This picture
is further confirmed by the values of the two additional bipolar moments presented here
for the first time. B2(22) is positive and B3(24) is negative, in keeping with a model
where p||j and v is perpendicular to both [see table 3 and ref. (15)].

However, the dissociation of methyl nitrite can be examined in further detail since
we have the possibility of vibrational-state selection in the parent molecule and rovibra-
tional-state selection in the NO fragment, which leads naturally to the question; how
does the fine detail of the dissociation dynamics depend on these three quantum numbers?
We shall concentrate here on the influence of the fragment vibrational level and address
the following question; is the dissociation lifetime for the dissociation geometry a
function of the NO fragment vibrational level?

In order to separate the influence of parent rotation before dissociation from the
molecule frame dissociation dynamics we consider photodissociation to occur by a
sequence of separate steps

M+ hy — M* (13)
M* - M} (14)
M = A+B (15)
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10 Vector Correlations in Photodissociation

where the first step (photoexcitation) prepares the excited state in a more or less well
defined distribution of quantum states. The subsequent evolution of the excited parent
molecule may lead to direct or indirect (pre)dissociation, and may possibily involve a
change of molecular geometry and the rotation of the whole molecule in space. Note
that the theories used to disentangle the influence of a finite dissociation lifetime from
the effect of a non-limiting dissociation geometry 4 are based on the simplification
that at some critical time the molecule arrives at the ‘dissociation geometry’ and the
fragments begin to separate. Thus the ill defined concept of the ‘dissociation lifetime’
includes a time before the molecule has started to fragment, when the parent-molecule
geometry is approximately conserved (i.e. no appreciable bond stretching has occured
and the three moments of inertia are approximately constant) and a time during which
the fragments are separating.

In the present case of vibrational predissociation the excited methyl nitrite molecule
is prepared within the Franck-Condon region in the shallow well of the two-dimensional
potential-energy surface. The trajectory evolves within this well until it passes over the
dissociation barrier. The residence time of the trajectory in the well represents the
dissociation lifetime and the top of the barrier determines the dissociation geometry.
Once the barrier has been crossed the strong repulsive forces lead to a very fast separation
of the fragments.

This model allows us to separate the influence of parent rotation in the laboratory
frame (prior to dissociation) from the remainder of the molecule frame dissociation
dynamics. The reason that such a separation is non-trivial arises from the indirect nature
of the photodissociation experiment, where state selection and production of the initially
anisotropic distribution of parent molecules occurs at time ¢ =0, but the measurement
of the fragment vector and scalar properties occurs at a time long after the fragmentation
is complete. However, we can make progress by exploiting the vector properties of
molecular photodissociation, especially the distinction between vector correlations
involving only molecular frame quantities and the other correlations that link the
molecular and laboratory frames.

The vector correlations which contain a component from the molecule-frame-labora-
tory-frame transformation are those involving pu (the parent-molecule transition dipole
moment) and are represented by the blpolar moments B¢ (k, k;)(K #0). These include
the rotational ahgnment (related to B2(02)] and the transiational anisotropy parameter
[related to B2(20)] as well as the moments which describe the three vector (m, v, j)
correlation of which only Bo(22) and B3(24) have been measured.

We shall consider three quantities which are independent of the molecule-frame-
laboratory-frame transformation (and hence the dissociation lifetime), namely 85(22),
the degre e of electron alignment (Dg, ) and the ratio of the alignment to the translational
anisotropy parameter. Each of these terms warrants further commerit.

The term 83(22) represents the second Legendre moment of the (v, j) correlation

Bo(22) =(P;(v, j)) =(P;cos w;,)) (16)

and is independent of the laboratory frame since the vectors v and j are only produced
at the moment of dissociation. It reflects the tendency of v and j to lie parallel (positive
value) or perpendicular (negative value) and lies in the range —}= B3(22) =< +1.
The degree of electron alignment is related to the population of the A-doublet
sub-levels of the NO(X *I1) fragment :s follows
7(A") - w(A")
= 17
Den= A+ m(A) 17
It reflects the alignment of the unpalred p= electron in the 2I1 NO molecule with respect
to the plane of molecule rotation.”*?* D, is a symmetrical function rangmg from -1
to +1 but is, in general, more strongly constrained by the j-dependent mixing of the
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A-doublet sub-levels so that for NO in the j=33.5 state Dg, lies between ~0.67 and
+0.67. The relevant limit for the planar dissociation of methyl nitrite considered in this
work is +0.67.

Another vector property which is (approximately) independent of the dissociation
lifetime is the ratio of the alignment to the translational anisotropy parameter. Following
Dixon'® we write the alignment and 8 as

A =H(Py[pn(1=0) - j(1=00)] (18)
B =2P{n(t=0) - o(t=00))) (19)

‘where i (1 =0) represents the parent molecule transition dipole moment in the laboratory

frame at the moment of absorption and the vectors j(1 =c0) and v(r = c©) represent the
final positions of the fragment vectors after dissociation is complete. Next we use the
azimuthazl7ly averaged addition (AAA) theorem described by Herschbach and co-
workers:

(P,(a-b))=(P,(a-c)P,(c- b)) (20)

to separate the problem into two parts, one part before dissociation has started (up to
time ) and the other part after dissociation has begun. Hence

AF =3Py [n(1=0) - w(t = )P [u(t = 1) - j(t = 0)]) (21)
B =2(Pg[l'-(' =0) - pn(t=0)]P:[n(t=1) - v(t=00)]). (22)

If we now assume that the ‘dissociation geometry’ is independent of the ‘dissociation

lifetime’ then the quantities in angular brackets can be factorised into two separate

averages. Finally, we take the ratio of the two expressions and cancel the lifetime factor
giving

SAY _B5(02) (Plm(t=1) -j(1=))

28 B3(20) (P[u(1=1)- o(t=)))

which we shall call the ‘geometry index’.

We now return to the dissociation of methyl nitrite, for which the evidence is as
follows. The vector properties that depend mainly on the dissociation geometry [ 83(22),
the Dg, and the ‘geometry index’] are approximately constant (see table 3), whereas
the alignment and B (both of which depend on the dissociation lifetime) change
considerably with the fragment vibrational level. However, the two terms that charac-
terise the (i, v, j) correlation, and would be expected to be more sensitive to the influence
of parent rotation than B8 or the alignment, are approximately constant.

This apparent contradiction prompted us to examine closely the data for all the
combinations of parent and fragment vibrational levels which we had measured. This
amounts to eight sets of data with the additional values being for the following combina-
tions of v’ and v” (0,0), (1,0),(1,1),(3,1),(3,2).

The average values for some of the bipolar moments together with their standard

(23)

-deviations (o, ) are as follows:

B3(22)=-032+0.07; B2(22)=0.29£0.05; B3(24)=-0.15£0.11.

The comparatively small level of scatter for 85(22) and B82(22), and to a lesser extent
B3(24), confirms the pattern of results seen for the v' =2 data. The second moment of
the (v, j) correlation is approxlmately constant and so is the moment 82(22). However,
for all these cases the alignment® and the translational anisotropy parameter™ are a
function of the fragment vibrational level, such that the smallest {(magnitude) of the
alignment and 8 corresponds to fragments which differ most from the parent state in
their vibrational quantum numbers (v compared with v').

-t s



12 Vector Correlations in Photodissociation

We also re-examined the analysis procedure by which the bipolar moments were
extracted from the experimental data. This procedure rests upon two assumptions,
namely that the fragment translational energy distribution can be approximated by a
Gaussian distribution and that the bipolar moments do not depend on the fragment
translational energy.

The assumption of a Gaussian spread can be justified on the grounds that the quality
of the fit is relatively insensitive to the form of the W(v) distribution and that the
time-of-flight profiles for CH, O fragments produced in the dissociation of methyl mtnte
are approximately Gaussian when plotted as a function of translational energy.?

The validity of assuming that the bipolar moments are independent of the fragment
translational energy is more questionable, since it is quite possible for a more ‘violent’
fragmentation to produce faster more anisotropic fragments than a fragmentation in
which more of the available energy ends up in the unobserved degrees of freedom of
the sister fragment. Furthermore, the speed of separation of the two fragments in the
dissociation of methyl nitrite which is also a function of the W(v) distribution means
that parent-molecule rotation during fragment separation can influence the observed
laboratory-frame anisotropy. This point can be illustrated by regarding methyl nitrite
as a quasi-diatomic molecule. Note that this approximation is probably more valid for
the trans conformer since this species is closer to the prolate-top limit (cigar-shaped)
than is the cis conformer. However, it is the cis conformer which predominates (by a
ratio of 2:1) in a room-temperature sample, and is selectively excited (=90%) in the
absorption step. We pursue the model to make the more general point that a spread of
fragment translational energies can produce a corresponding spread in the translational
anisotropy parameter or even in some of the other bipolar moments.

The effect of parent molecule rotation whilst two fragments are separating is to
produce a tangential velocity component in addition to the axial-velocity component
produced by the diatomic recoil.”** The result is a reduction in the magnitude of beta
by a factor (f) which can be approximated for a small deflection of the original velocity
vector by

f=1-3V2ky T/2E. (24)

where E,., is the recoil energy of the two fragments (approximately equal to twice
E,(NO) for the quasi-homonuclear methyl nitrite). The f factors for the three vibrational
exit channels of interest here are given in table 4. It is clear that this mechanism does
not produce very much distortion in the value of 8; however, if the effect acts on several
of the bipolar moments simultaneously then the result could be a systematic error in
the final bipolar moments since these are extracted from the set of values of B.4, each
of which is a complicated function of the individual bipolar moments. Model calcula-
tions are in hand to assess the quantitative influence of such systematic errors. Also
note that it is possible for a more general exit-channel interaction involving some of
the vibrational modes of methyl nitrite to produce a tangential velocity component and
reduce the observed laboratory-frame anisotropy in an analogous way to the effect of
parent-molecule rotation as described above.

An alternative way to rationalise the apparently contradictory pieces of evidence is
to postulate a slight change in the distribution of dissociation geometries which has no
significant effect on the second moment of the (v, j) correlation, tk2 Dg, or the geometry
index but which alters the values of the other bipolar moments. The plausibility of such
an assumption is probably best examined by means of classical trajectory calculatnons
and we defer further discussion of this point to a subsequent publication.?®

The rest of this section is based on the assumption of an approximately planar
dissociation geometry and a dissociation lifetime which is a function of the fragment
vibrational level. The relationship between the transiational anisotropy parameter and
the dissociation lifetime has been considered in detail by Yang and Bersohn.* We

-
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follow their formulation of the quasi-diatomic model which assumes a Poisson distribu-
tion of dissociation lifetimes and a Boltzmann distribution for the rotation of the parent
molecule. The resulting lifetimes, which strictly speaking are upper limits based on the
assumption of a limiting dissociation geometry, are shown in table 4.

We quote two sets of lifetimes, one set based ,on a model which only includes
parent-molecule rotation before fragment separation commences and another set which
allows for the tangential velocity component produced by parent-molecule rotation as
the breaking bond continues to stretch. The difference between these models is only
significant for values of B close to the theoretical limit. Table 4 indicates that the
dissociation lifetimes associated with fragments produced in v” =2 are only of the order
of 1-2 0—NO vibrational periods, suggesting that the vibrational predissociation is
virtually direct for this particular exit channel.

The simplest kinetic scheme suitable to describe the state-to-state dissociation of
methyl nitrite is shown below:

kO
CH,ONO(v'=2) —» NO(v"=0)

kl
CH,ONO(v'=2) —s NO(v"=1)

k!
CH;ONO(v'=2) — NO(v"=2).

The overall dissociation rate is k. = ko+ k, + k, and the quantum yields for the three
exit channels are given by ¢ = ky/ ko €tc. This simple model predicts a direct correla-
tion between the state-to-state rate constant for a particular exit channel (inversely
proportional to the dissociation lifetime) and the quantum yield. The experimental
values of the quantum yield based on the vibrational populations measured by Lahmani
and co-workers*® are shown in table 4 together with the upper limits for the dissociation
lifetimes derived from the values of the translational anisotropy parameter.

The uncertainty in the values of the bipolar moments prevents a distinction between
the translational anisotropy parameter for v” =1 and v” =2, but both are clearly different
from the value for v" =0. However, this trend is not observed in the vibrational quantum
yields where the channel leading to NO in v" =1 dominates over the other two channels
and would therefore be expected to correlate with the fastest dissociation in contrast to
the prediction of the simple model. However, a slightly refined model is able to explain
the observed trends.

Suppose that the initial distribution of excited parent molecules is divided in to
several sub-sets of molecules, each of which is predisposed to dissociate along a particular
exit channel. Thus the exit-channel branching ratio is determined at the moment of
absorption (presumably by the phase of the various parent internal motions) and the
evolution of the parent molecule in to separating fragments (governed by the dissociation
lifetime) is now independent of the vibrational quantum yield.

This model provides two possible explanations for the change of 8 with fragment
vibrational level. The three exit channels can correlate with different sub-sets of the
parent molecules that consist of molecules in different phases of their internal motions
(giving rise to different dissociation lifetimes) or the three exi: channels can correlate
with parent molecules in different rotational states. These molecules could dissociate
at the same (or at a different) rate and the change in the translational anisotropy
parameter could be due to a different dissociation lifetime or a different rotational period.

The predictions of this model could be tested by multi-dimensional classical trajectory
calculations which include the influence of the C-—O—N==0 torsional mode and the
vibrations of the methyl group. Although each of these motions may be expected to
have only a slight influence on the rate of escape from the flat region of the excited-state
potential-energy surface accessed by photo-excitation, it is still possible for the combined
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14 Vector Correlations in Photodissociation

effect of these neglected motions to have an influence on the dynamics. Unfortunately,
calculations of this sophistication are 1mpracuwble at the present time.

Preliminary classical calculations® based on a three-dimensional potential-energy
surface E[R, r, 6(ONO)] suggest that the dissociation lifetime should be independent
of the fragment vibrational level. However, it should be stressed that this result could
change when the dynamics in the critical region of the potential-energy surface near
the small dissociation barrier are treated quantum-mechanically.

A further test of the tentative conclusions reached here may be provided by direct
measurements of the dissociation lifetime made possible by the recent advances in
femtosecond laser technology.’***

We conclude this section by considering the reasons for the slight non-planarity of
the dissociation process. This effect is most apparent in the value of the moment 83(22)
which loosely corresponds to an angle between v and j of ca. 65-75°. In addition, the
effect is also apparent in the values of the translational anisotropy parameter and the
alignment, since for fragments in v"” =2 the translational anisotropy parameter is close
to the theoretical maximum for a perpendicular recoil, but the alignment is still sig-
nificantly short of its limiting value of 0.8. This observation is equivalent to noting that
the geometry index is not equal to its limiting value of —2.0 for a planar dissociation
following a perpendicular transition.

An explanation for these observations can be obtained using the treatment described
by Gericke et al.,** which enables us to transform the values of 83(22), 82(22) and the
alignment into expectatlon values for the square of the angular momentum projection
along cartesian axes in the molecular frame. This approach rests on the assumpnon of
pure perpendicular recoil (v L p) which allows the expressions quoted by Dixon'’ for
some of the bipolar moments to be re-written as follows:

U ={[283(02) +1]/3}j(j+1) . (25)
(2 =1{12B3(22) +1)/3}i(j +1) (26)
(G ={[1-2B2(22)-2B5(22))/3}j(j +1) 27

where the fragment velocity is parallel to the x axis and u is parallel to the z axis.
Applying these equations to the results for NO in v"=0, 1 and 2 yields the following
average values:

GH/LG+1)]=06
GG+ 1]=0.1
GG +1)]=0.3.

The relatively large component of j along the x axis, which is greater than the possible
contribution from rotation of the parent molecule (ks T/2=~100cm™'),* suggests that
the main reason for the slight non-planarity in the dissociation process is due a contribu-
tion from some torsional force which tips the fragment j vector away from being
perpendlcular to the molecular plane and towards the fragment recoil direction (v).
This is analogous to the result observed in the photodissociation of hydrogen
peroxide.’*** However, the effect is (not unexpectedly) much smaller in the present
case than that observed for hydrogen peroxide, indicating that the torsional forces
involved are much less significant. The most likely cause of this effect is the C—O—N=0
torsional vibration of the methyl nitrite parent molecule. This conclusion reinforces the
intuitive feeling that in order to improve the classical dynamical treatment of the
dissociation of methyl nitrite'? it will be necessary to include the effect of torsiona! forces.
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Conclusion

We have considered the utility and the drawbacks of using sub-Doppler spectroscopy
to probe the vector properties of fragments produced by the photodissociation of
polyatomic molecules and have illustrated the argument with data for the state-selected
dissociation of cis-methyl nitrite. Much useful qualitative information can be obtained,
but the gquantitative treatment of the results suffers from the need to make several
simplifying assumptions about the spread of the fragment translational energy distribu-
tion and whether this spread is associated with a change in the microscopic dynamics
and hence the bipolar moments which characterise the dissociation.

We conclude that the dissociation of methy! nitrite occurs via a predominantly planar
dissociation geometry which is independent of the fragment vibrational level, but the
dissociation lifetime may be a function of the fragment vibrational level. We suggest
that this problem provides an interesting example for direct measurements of photo-
dissociation lifetimes using femto second photolysis and probe pulses.

Support of this work by the Schweizerischer Nationalfonds zur Forderung der wissen-
schaftlichen Forschung is gratefully acknowledged. M.P.D. thanks the Royal Society
(London) for providing a research fellowship as part of their European Exchange
Program. We also thank Dr R. Schinke for several helpful discussions.
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Vector Correlations in the 157 nm Photodissociation of OCS
and the 266 nm Photodissociation of Methyl Iodide
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The photodissociations of OCS at 157 nm and of CH,I(CD;I) at 266 nm
have been investigated by using tunable vacuum ultraviolet laser-induced
fluorescence and multiphoton ionization to probe the CO or S and the
CH;(CD;) or I photoproducts, respectively. Inthe OCS dissociation, sulphur
is produced almost entirely in the S('S) state, while CO is produced in its
ground electronic state and in vibrational levels v =0-3 in the approximate
ratio (v=0):(v=1):(v=2):(v=3)=(1.0):(1.0):(0.5):(0.3). The rota-
tional distribution for each vibrational level is found to be near-Boltzmann,
with temperatures that decrease from 1350K for v=0 to 770K for v=3.
Measurements of the CO Doppler profiles demonstrate that the dissociation
takes place from a transition of predominantly parallel character (8 > 1.3)
and that the CO velocity and angular momentum vectors are perpendicular
to one another. In the CD;l dissociation, the ratio of CD; (v=0)/(v=2)
was estimated to be ca. 1.1, with multiple determinations in the range 0.47-2.1.
A value for the CH; (v =0)/(v=2) ratio from dissociation of CH;,l could
not be estimated, although it was clearly larger than that for CD,. The CH,
(v"=0) and CD; (t"=0) products from this dissociation are fitted by
120+ 30 K and 105 £+ 30 K rotational distributions, respectively. The dissoci-
ation mechanism produces alignment in the molecular frame such that there
is a strong preference for K =0. Assuming that the relative velocity vector
lies along the CH; C; axis, then the velocity and rotation vectors tend to
be perpendicular.

1. Introduction

Vector correlations are playing an increasingly important role in the elucidation of
molecular dynamics in general, and of photodissociative events in particular.'? The
principal vectors involved in these latter processes are the transition dipole moment u
of the parent compound, which can be aligned by the polarization vector E of the
dissociating light, the rotational vector. J of (one of) the fragments, and the relative
velocity vector v between the recoiling photofragments. The angular correlation between
1 and v gives rise to the anisotropic laboratory distribution of laboratory recoil velocities;
observation of this anisotropy provides information about the alignment of the transition
dipole in the molecular frame and about the timescale for dissociation.’ The correlation

tPresent Address: Pacific Northwest Laboratory, Richland, WA 99352, US.A.
$ Present Address: Ciba-Geigy AG, Kunststoffe und Additive, Werk Fribourg-Marly, 190.161, CH-1701
Fribourg, Switzerland.
§ Present Address: Department of Chemistry, Brookhaven National Laboratory, Upton, NY 11973, U.S.A.
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2 Photodissociation Vector Correlations

between u and J gives rise to rotational alignment, as characterized by emission or
absorption of light of a preferred polarization; observation of alignment provides
information similar to that obtaired from observation of anisotropy.*’ The correlation
between v and J, or the ‘triple correlation’ between all three vectors u, o and J, gives
rise to complex structure in the Doppler profiles of photofragments; such structure
provides a glimpse of the transition state of the parent compound at the moment of
bond rupture.®'° The o, J correlation is independent of the timescale of dissociation.
This paper provides two examples of how vector correlations may be used in the
elucidation of photofragment dynamics.

Doppler-profile measurements on the CO produced in the 157 nm photodissociation
of OCS are reported below and reveal (1) that v is nearly parallel to u(8>1.3) and
(2) that, as expected for a triatomic dissociation, v and J are aligned perpendicular to
one another. The dissociation of OCS from the excited 'S state has been previously
investigated utilizing the 157 nm radiation of the F, laser. Black and Sharpless'""’
studied the emission from the 'S metastable state of the sulphur atom. A value of
0.80+0.05 was determined for the S('S) formation in the 157 nm dissociation. Ondrey
et al. performed time-of-flight measurements on the S-atom product and interpreted
them to indicate that the CO vibrational distribution was highly inverted, with a peak
in the vibrational distribution at the v =5 level and progressively less population in
lower levels."”” Our findings demonstrate that S('S) is indeed the principal sulphur
product, but that the CO fragment is much less vibrationally excited than previously
suggested. The near-parallel nature of the transition confirms that absorption is pre-
dominantly to the 'S state.

Multiphoton ionization (MPI) spectroscopy of the methyl product from the 266 nm
dissociation of rotationally cooled CH;I and CD;l is reported below; the results demon-
strate alignment in a different manner. The spectra show that there is a preference for
low values of K, the projection of the methyl rotation vector N onto the top axis. In
other words, the methyl fragment preferentially rotates about a C, axis rather than about
the C, axis, in contrast to the recent observation of Black and Powis'* concerning the
dissociation of room-temperature CH,;I. The explanation for the difference between
these two experiments appears to involve the rotational motion of the parent compound.
Our results also suggest tht the methyl fragment has far less vibrational excitation in
the », ‘umbrella’ mode than that found in the earlier experiments of Sparks et al.'®

2. Experimental
(A) Tunable V.U.V. LIF of CO from the 157 nm Dissociation of OCS

Sample concentrations of 10, 5, 2 and 0.5% OCS seeded in helium were supersonically
expanded through a pulsed beam valve (Newport BV-100) with a 0.5 mm orifice at
25 psit stagnation pressure into a background chamber préssure of ca. $x107° Torr.$
The molecular beam was intersected ca. 20-30 nozzle diameters downstream of the
orifice by both the photolysis beam and the probe beam, each propagating at right
angles to one another and to the molecular beam. Laser-induced fluorescence (LIF)
was collected through an LiF wiadow at 45° to the laser beams using a single F/1 lens
(MgF,). This technique was used to probe the vibrational and rotational populations
of the CO product on the A 'l « X 'E* system and to probe the sulphur ('S, 'D, °P)
products on a variety of atomic transitions. The v.u.v. required for these measurements
was generated by two-photon resonantly enhanced four-wave sum-mixing in magnesium
vapour,'® a technique which has been used by our groups in a variety of experiments.'’""

t1psi=
% 1 Torr = 101 325/760 Pa.
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R. Ogorzalek Loo et al. 3

For Doppler-profile measurements, air-spaced intracavity etalons narrowed both of
the dye lasers used to generate the v.u.v, and the tuned dye laser was scanned by ramping
the pressure of N, in the grating/etalon housing. The etalon-narrowed v.u.v. linewidth
was 0.16 cm ™' f.w.h.m.

Unpolarized photolysis radiation at 157 nm was produced with an excimer laser
(Lambda Physik, EMG-101) using a mixture of fluorine and neon in a 3 bar helium
buffer. The energy output was 1-5 mJ per pulse at 50 Hz. A 1 m (nominal f1 for visible
light) LiF lens focused the light; small displacements of this lens allowed a 4 mm lateral
shift of the focus. The F, spot interesecting the beam was rectangular with ca. 4:1
aspect ratio; the long axis lay along the probe-beam direction.

The 157 nm intensity was monitored by visible fluorescence induced on the nearly
resonant.-B’ ’A « X ?II transition in NO.?>?' The v.u.v passed first through the molecular
beam chamber and entered unfocussed into the NO cell containing 400 Torr. A 4int
S1 lens gathered fluorescence perpendicular to the laser-beam direction onto a photo-
multiplier (Hammamatsu 1P120) after the laser had traversed a 3 in path through the
NO. A 555-565 nm bandpass filter and temporal discrimination allowed rejection of
the scattered red laser emission and the white-light laser discharge arc.

Fluorescence detection of the S and CO photofragments was accomplished using a
solar-blind photomultiplier tube (EMR 541G-09-17). Signals from the photomultipliers
averaged for typically ten shots by gated integrators (SRS, model SR150) with apertures
similar in time duration to the fluorescence signals. A computer (IMB PC or DEC
LSI-11) coilected the digitized data “nd controlled the dye-laser wavelength scanning.
For Doppler profiles, a custom-built (Quanta Ray) servo was used to ramp the nitrogen
tuning pressure. For each Doppler profile, many spectral scans were taken rapidly in
succession without averaging and then later combined so that as many as 100 shots per
point could be averaged while drifts in the photolysis laser power could be minimized.

(B) MPI Spectra of CH, following the 266 nm Photodissociation of CH;l

Our MPI apparatus, similar to that of Dietz e al.? consists of a supersonic molecular

beam source, three differentially pumped chambers, and a home-built time-of-flight
(TOF) mass spectrometer. The first chamber, pumped by a 6 in diffusion pump, houses
the molecular beam valve” and a 1 mm diameter skimmer located 3 cm from the nozzle.
A second 1 nm diameter skimmer, located in the second chamber at a distance of 40 cm
from the first skimmer, collimates the molecular beam so that when it reaches the laser
interaction region in the third chamber, another 40 cm downstream, the molecular beam
is under 2 mm in diameter. The mass spectrometer, also housed in the third chamber,
has a vertical flight tube jacketed by a liquid-nitrogen Dewar to enhance the vacuum
by cryopumping.

A quadrupled Nd:YAG (Quanta-Ray DCR-1) was used as the dissociating (pump)
laser, providing 266 nm light, while the frequency-doubled output from a Nd:YAG
pumped dye-laser system (Quanta-Ray DCR-1A or DCR-2A, PDL, WEX) served as
the ionizing (probe) laser. In the experimental geometry used for this work, the pump
and probe lasers passed through the third chamber nearly counter-propagating with
respect to each other, and perpendicular both to the molecular beam and to the vertical
axis of the flight tube. The pump beam (ca. 3 mJ per pulse) was used either focussed
with a 300 mm lens or collimated with a 3.3:1 telescope, while the probe laser (ca. mJ
per pulse) was focussed with a 7.5 cm lens mounted inside the chamber on a linear
motion feedthrough. This arrangement simplified the laser alignment and allowed for
fine control of the probe-laser focus.

t1in=254x10">m.
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4 Photodissociation Vector Correlations

The TOF mass spectrometer is of the two-stage Wiley-McLaren®* design, utilizing
an extraction region and an acceleration region. The extraction region consists of a
3.5 in diameter stai.:less-steel repeller plate biased at +2090 V and spaced 2.54 cm away
from a grid 1, itself composed of a 3.5 in diameter stainless-steel ring supporting a 90%
transmissive stainless-steel mesh and biased at +1533 V. The acceleration region, defined
by grids 1 and 2, is 1.27 cm in length. Grid 2 is also composed of the 90% transmissive
mesh and is held at ground potential, Upon emerging from the extraction and acceler-
ation regions, the ions travel through the 105 cm long, 2.0 in inner diameter ﬂi7ght tube
and are subsequently detected by a Johnston MM-1 particle multiplier™ (107 gain at
3 keV) with a 1.3 in diameter active area. ’

A modular home-built pulse generator/delay unit controlled the synchronization of
the pulsed nozzle, lasers and data acquisition hardware. Our TOFMS operates in two
modes, a mass-scan mode and a wavelength-scan mode. The mass-scan mode was used
for discrete wavelength work, where the laser wavelength was fixed and either the full
mass spectrum or the ion arrival time distribution for a particular mass was collected
with every laser shot. For this mode of operation, the signal from the particle multiplier
was amplified by a x10 preamp,® digitized and averaged using a LeCroy 9400 digital
storage oscilloscope®” or a LeCroy TR8828C transient digitizer, and was then transferred
to an IBM PC computer. Alternatively, digitization and averaging were accomplished
using a Biomation 8100 waveform recorder”® and a home-built interface with data
transfer to an LSI 11/23 minicomputer. In the wavelength-scan mode of operation, the
amplified particle multiplier signal was averaged in a Stanford Research Systems SR250
Gated Integrator/Boxcar Averager unit,” digitized, and transferred to an LSI-11/23
computerfor data storage and analysis. For TOF wavele: fa scans under traditional
conditions, where the desired information is ‘mass n ion signal vs. wavelength’, boxcar
gates were positioned at the arrival times of the irdividual masses of interest.

The dye-laser power was monitored during wavelength scans. A dye cell containing
a Rhodamine 6G solution was positioned so that the dye would be excited by a
back-reflection from a probe-laser beam steering prism. The emitted dye fluorescence
was monitored by a photodiode and served as a measure of the relative laser power
during the experiment. Generally, one channel of data taken by the computer was
reserved for the photodiode signal, while one or two additional channels recorded the
ion signal data. In this way, ion signals having an n-photon probe laser power depen-
dence could be normalized by (photodiode signal)”. The pump laser power was periodi-
cally measured using a power meter, rather than by the photodiode/dye cell fluorescence
method because its power remained relatively constant throughout experiments.

3. Results
(A) OCS
1. The Relative Yield of S('S)

The relative amounts of S('S), S('D) and S(*P) formed in the 157 nm photodissociation
of OCS were determined by comparing the strengths of the LIF signals for the corre-
sponding atomic resonance lines: 'P+ 'S at 1688 A, 'P«'D at 1448 A and *D «*P
at 1484 A. Measurements following dissociation in the molecular beam showed the
S(*P) signal to be as small or smaller than the S(' D) signal, and both were much smaller
than the S('S) signal. A possible source for the S(*P) signal is dissociation of an OCS
cluster. To eliminate the possible interference caused by clusters in the supersonic jet,
measurements on the S('D) and S('S) were carried out in a lowing gas cell at a pressure
of 10 m Torr. The S('S) signal was greater than 30 times stronger than the S('D) signal.
Some difficulty in measuring the ratio of S('S) to S('D) signal strengths was caused by
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the necessity of using different dyes to reach the two transitions and different photomulti-
plier bias voltages to observe the signals. The factor of 30 should be regarded as a
minimum value; the actual value may be as large as 1000. From these observations, we
conclude that the atomic S product is formed aimost exclusively in the 'S state, with
less than 3% in the 'D state.

2. CO Vibrational and Rotational Distributions

The internal energy distribution of the CO (X 'S*) photofragment was determined by
analysing the LIF spectra. To prove the various CO Product vibrational levels, the
0,0), (1, 1), (3, 2) and (5, 3) bands of the A 'Il «— X 'S* system were recorded and
analysed. A small region of the spectra, showing portions of the (0, 0), (3, 2) and (5,
3) bands, is reproduced in fig. 1. The observed spectra were normalized by the measured
v.u.v. probe-laser power, and the intensities for the unperturbed rotational lines in the
spectra were measured and divided by the appropriate Honl-London factors to obtain
the relative populations in the various product rotational states for each CO vibrational
level. The measured population distributions based on Q-branch transitions are shown
as Boltzmann plots in fig. 2 for v=0, 1, 2 and 3. In every case the P(J) distribution
was well represented by a single rotational temperature, but that temperature was found
to be different for the different CO vibrational levels. The full data set provided the
following rotational temperatures:

v=0, T,,=1350K; v=1, T,,= 1300K; v=2, T,,=980K; and v=3, T,,,= 770 K.

The CO product vibrational distribution was obtained by comparing the relative
intensities for the CO (A 'l « X 'Z) bands detected, normalizing these by the probe-laser
power and correcting for the detector response. These corrected relative LIF intensities
were converted into overall band intensities using the known rotational temperatures
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Fig. 1. Laser-induced fluorescence spectrum of the CO product of the 157 nm OCS photodissoci-
ation showing the regions of the (5.3), (3, 2) and (0, 0) bands.
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" Fig. 2. Normalized population of Q-branch transitions as a function of rotational energy for the

CO(v) product of the 157 nm OCS photodissociation. Analysis of the full data set provided the
temperatures quoted in the text. The vertical offset of each data set has been adjusted for clarity
of presentation. 0, v=0; A, v=1; +, v=2; X, v=3.

in each vibrational level to calculate the integrated intensity for each band. In order to
obtain relative vibrational populations from these data, the integrated band intensities
were then divided by the appropriate Franck-Condon factors, calculated by Waller and
Hepburn.®® The relative populations found were (v=0):(v=1):(v=2):(v=3)=
(1.0):(1.0):(0.5):(0.3).

Attempts were made to detect v =4 and v =15 products by recording spectra in the
region of the (3, 4) and (5, 5) bandheads (1648 and 1630 A). No signal was observed
from these bands, in spite of good v.u.v. intensity and Franck-Condon factors. From
this observation we conclude that the population in v =4 and v =5 is less than 5% of
the v =0 product population.

3. Doppler Profiles of CO Lines

High-resolution Doppler spectra of the CO fragment were recorded for several rotational
lines in the (0, 0), (3, 0) and (1, 1) vibrational bands. Typical results are shown in fig.
3 for the Q(19) line of the (0, 0) band and the R(25) lines of the (3, 0) band. The
calculated Doppler lineshapes are superimposed on the data and will be discussed in
section 4 (A)3. Shapes qualitatively similar to that for the Q(19) line were observed for
a wide range of Q-branch transitions in all vibrational levels, and shapes similar to that
for the R(24) line were observed for a wide range of P- and R-branch transitions in all
vibrational levels. To model the lineshapes, the CO velocity was selected to correspond
to the CO(v =0, J)+S('S) channel, and the vector correlation assumed was v.J. The
data shown are best described by a B parameter of 1.3, although the actual value could
be somewhat higher, as discussed in section 4 (A)3.
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Fig. 3. Doppler scans of the CO product of the 157 nm photodissociation. Shown are the R(25)
line (a) and the Q(19) line (b) of the CO (v=0) product. The difference in Doppler profiles
indicates that the vectors v and J are aligned perpendicular to one another.

(B) Methyl lodide

The methyl radical products from the one-photon A-band dissociation of CH;1 or CD,l
were probed using 2+ 1 MPI with the goal of obtaining product rotational and vibrational
energy distributions. The types of measurements are reported in this section: (1)
probe-laser wavelength scans in pump/probe experiments and (2) pulsed field mass
spectrometry. '

The background ion signals observed with either pump or probe laser alone in the
molecular beam need to be either eliminated or understood in order to study the intended
photodissociation process. In the pump/probe spectra, we have eliminated the back-
ground by moving the probe laser outside the molecular beam, where only recoiling
photoproducts are ionized. In the pulsed-field mass spectral measurements, the pump
and probe beams must be overlapped in the molecular beam, requiring a more serious
investigation of the background ionization processes. Fortunately, information on the
kinetic energy and angular distributions contained in he pulsed-field mass spectral data
has allowed us to identify and minimize the background interferences. In many cases,
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8 Photodissociation Vector Correlations

the background arises only from dimers and higher methyl iodide clusters. Thus, it
serves as a cluster diagnostic and also highlights the differences in dynamics between
monomers and clusters.

Iodine atoms in either their ground (CP,,) or spin-orbit-excited (*P,,,) states have
also been probed using 2+1 MPI, but with the goal of obtaining information about
angular and translational energy distributions. The iodine measurements have been
presented in previous papers®'** and are used in this work primarily as a diagnostic for
the presence of methyl iodide dimers or higher clusters.

1. Pump/ Probe Results

The pump/probe experiments used a 266 nm pump laser to dissociate CH;1 or CD,l
and a tunable probe laser to ionize the photoproducts outside the molecular beam. The
resulting CD; spectra, obtained using the two-photon 3p 2A," « 2p *A," transition®* are
displayed in fig. 4, while spectra of similar quality were obtained for CH;.. Several
previously unreported hot bands appear in these spectra. Most of the vibrational activity
observed in these spectra can be assigned to the out-of-plane bending mode, »,. Hudgens
et al®® observed the same preponderance of », bands in their methyl spectra obtained
from the pyrolyses of dimethyl sulphoxide and di-t-butyl peroxide. Rotational structure
is quite evident in a number of these bands, particularly the 09, 29 bands; however,
individual rotational levels and their spin sub-levels were not resolved. Acquisition of
. higher-resolution spectra was prevented by predissociation and a strong intensity-
dependent broadening. ’

(a) Vibrational Populations. A serious concern in obtaining vibrational population ratios
is that different rates of intermediate-state predissociation can change the ionization
. efficiency; consequently, our intensity comparisons were limited to v" progressions, i.e.

transitions which access the same intermediate-state vibrational level. We compared
" the 05 band with the 23 band and the 2! band with the 2} band. For CH, and CD;, the
Av =even selection rule for antisymmetric vibrations prevents direct comparisons
between fragments with even and odd numbers of quanta in umbrella mode vibrations.
Bands such as the 2§ band are forbidden, and so cannot be compared to bands such as
the 2| band to obtain the (v =0):(v =1) population ratio.

2 b3 % 08

x 8.3 x 25 x
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Fig. 4. Two-photon resonant, three-photon ionization spectrum of the CD, 3p A} « ?Aj transition.

The CD,, generated from the one-proton dissociation of CD;l at 266 nm, is probed off-axis. This

spectrum has not been corrected for dye-laser power. The peak intensity of the 03 band is off-scale
in this figure.
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Franck-Condon factors were calculated using one-dimensional wavefunctions for
umbrella-mode transitions in CH; and CD;.>* The similar geometry of the 2p’A,"
Rydberg states favours sequences over progressions. Because poor Franck-Condon
factors limit the number of observed Av > 2 transitions, and intermediate-state predissoci-
ation in the higher vibrational levels limits the total number of v” progressions observed,
the task of obtainin§ complete vibrational populations is a difficult one.

Spectra of the 0p, 25, 2} and 23 bands were corrected for their observed quadratic
laser power dependence, integrated and divided by their respective Franck-Condon
factors. Fourteen different determinations of the CD; (v =0): (v = 2) vibrational popula-
tions yield an average ratio of 1.1, ranging in the extreme from 0.47 to 2.1. We place
more faith in the larger-valued ratios, because of problems with dynamic range in this
measurement; it is easy to saturate the stronger 05 band. The (v=1):(v =3) vibrational
population ratio can be obtained from the 2{ and 2} bands, aithough the ratio has larger
uncertainty. The (v=1):(v =3) ratios ranged in the extreme from 1.2 to 19, so that the
dissu. ation definitely produces more v =1 than v =3. For CH, the ratio of 03 to 23
band intensities was even larger than for CD;; consequently it was difficult to obtain
an accurate value for the (v =0):(v =2) ratio, although it is clearly larger than that for
CD;. We could not observe the 2} band in CH,, so a comparison of v=1to v=3
populations was not possible.

(b) Rotational Temperatures. Eqn (1) provides an expression for the rotational energy
levels of oblate symmetric-toP molecules in non-degenerate” vibrational levels of non-
degenerate electronic states:™

F‘[,;](.’,K)=B[v].,(.,'i'1)—(B[UI—C“.]K2. (1)

This expression assumes unresolved spin-rotational interaction and neglects centrifugal
stretching terms. For planar symmetric tops, C.=3B.. From the rotational energy
expression, one can see that for parallel bands (AK = 0) having similar values for the
initial- and final-state rotational constants, all K components will fall at nearly the same
frequency for each J, resulting in simple O, P, R and S branches and a very strong Q
branch. The 03 bands of CH; and CD, and the 23 band of CD, are each dominated by
a sharp Q branch, consistent with their similar values for B" and B'.

Rotational structure simulations were completed for the CH, and CD,
3p ’Aj « 2p ’A% 05 bands. These simulations, shown in fig. 5 and 6, were based on the
rotational energies of eqn (1), the rotational constants of table 1 and the linestrength
formulae from the literature.’® Nuclear-spin statistics were taken into account, and some
excess K =0 population was introduced [see section 4(B)]. The Q branch is ‘anomalously
large’ in linear polarization, and we did not attempt to match its intensity in the
simulations. Because of spectral line-broadening mechanisms such as predissoci-
ation'**- and the AC Stark effect,* linewidths greater than eithzr the laser linewidth
(ca. 0.4 cm™') or the Doppler width of fast nascent methyl radicals (up to 1 cm™') were
used to fit the data. For the CD, spectrum, the Q branch was excessively broadened
relative to the other branches, and so a 10 cm™' linewidth was used for the Q branch,
while 5 cm™' linewidths were used for the O, P, R and S branches. The ~H, spectrum
was fitted with a 10 cm™' linewidth for all branches. Rotational temperatures of 120+
30K and 105+30 K were fit to the CH, and CD; 03 bands, respectively.-

2. Pulsed-field Mass Spectrometry Results

Kinetic-energy measurements on selected internal states of methyl photoproducts have
been made, using the ‘core sampling’ variant of the pulsed-field mass-spectrometric
method described in a preliminary communication.’’ The internal state of the probed
fragment is chosen by tuning the wavelength of the resonant ionizing laser, whiie the
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Fig. 5. A comparison of the fits to the 03 band of the CD; 3p A} « 2p 2A? transition. The

simulations modeled cither a Boltzmann distribution of K levels or a preference for K =0. A

stational temperature of 105 K and linewidths of 5§ cm™" were used. (a) In this simulation, K =0

alignment was modelled by multiplying the K = 0 contribution from a Boltzmann distribution by
a factor of 6. (b) Observed CD, 03 band spectrum. (c) Boltzmann simulation.

fragment velocity is determined from the arrival time - -*ribution of the correspondin,
ions at the detector. Data for CD, have been shov i in an earlier communication,’
while data for CH; will be presented elsewhere.*

The most obvious feature of these arrival time distributions is-the ratio of methyl
formed in coincidence with I to methyl formed in coincidence with I* increases with
the number of quanta of umbrella-mode excitation in the methyl radical for both CH,
and CD,.*' To obtain numerical values for the I/1* ratios at a fixed probe wavelength,
the peak areas were corrected for the slight measured differences in 8,° [B(1)=1.7,
B(I*) = 1.8] and for differences in ion-collection solid angle for methy! fragments arising
from the 1 and I* channels, we have assumed that any velocity-dependent ionization
probability effects arising from v, J correlations'’ are the same for both I and I*
channels. The ratios listed in tables 2 and 3 were obtained from measurements on the
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Fig. 6. A comparison of the fits to the 03 band of the CH, 3p A} « 2p ?A} transition. The

simulations modeled either a Boltzmann distribution of K levels or a preference for K =0. A

rotational temperature of 120 K and linewidths of 10 cm™"' were used. (a) In this simulation,

K = 0alignment was modelled by mutlig lying the K = 0 contribution form a Boltzmann distribution
by a factor of 5. (b) Observed CH, 0) band spectrum. (c) Boltzmann simulation.

Q-bench maxima of CH; and CD, bands indicated. Based on multiple determina-
tions, we estimate th. ancertainties to be +0.05 for CH, v =0 and CD, v =0, 1 and 0.1
for CH, v=1,2 and CD; v=2,3. We note that for the same number of quanta of
umbrella-mode excitation, CH; shows a larger I/1* ratio than does CD,, as has been
previously observed in the 248 nm methyl iodide dissociation.*'

We observed a strong wavelength dependence on the I/I* ratios within individual
vibronic bands, which we believe arises from two sources: a variation in ratio with
rotational level and a variation arising from the effect of overlapping vibronic bands.
The task of obtaining I/1* ratios for individual vibrational levels is complicated by these
wavelength dependences. However, comparisons of I/1* ratios at discrete wavelengths
in the CH, and stronger CD, bands listed in tables 2 and 3 did show consistently that
the smallest 1/1* ratios were obtained at the wavelengths of peak intensity in each
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Table 1 Methyl rotational constants for », excitation

CH,* CH, CHy® CDy* D, cD,’
2p’A; A7 4p7A; 2p*A; 3p’A; 4p’A;
Bo=9.57789(16) - Bo=9.55 Bo=9.75 Bo=4.80198(11) B,=4.764 B,=4.8202
B, =9.25814 (16) B, =4.706848 (90)
B, =8.93320(22) B,=4.61046 (14)
B, =8.60974 (28) b, =4.50688 (22)

?C. Yamada, E. Hirota and K. Kawaguchi, J. Chem. Phys., 1981, 75, 5256. ° For the CH,
4p 2Aj « *A} transition, Black and Powis [J. F. Black, Ph.D Thesis (University of Nottingham,
1987)] used a value of AC —AB = -0.005, and they used —0.075 for the value in the analogous
CD; transition. We used AC —AB =-0.075 for the CD; 3p’A, «2p2A} and 0.15 for the
corresponding CHj transition. We did not optimize our values for AC —AB. ‘J. Frye, T. J. Sears
and D. Leitner, J. Chem. Phys., 1988, 88, 5300.

The CH; 3p A, « 2p 2A3 03 band was not very sensitive to rotational constant value. The error
limit could be as large as +0.1 cm~'. For CDj, the eror limit is ca. +0.01 cm™",

Table 2. CH; Bands

wavelength/nm band I/1* ratios I* quantum yield

340.8 29 — —
333.5 08 0.08 092
3294 24 0.30 0.77
325.8 28 1.1 0.47
319.1 28 — —
3179 15 — —
315.5 23 _ —

Table 3. CD, bands

wavelength/nm  band 1/1* ratio I* quantum yield

339.3 29 0.19 0.84
336.2 oo 0.64 0.61
333.8 02 <0.05 >0.95
330.5 2! 0.09 0.92
3278 2§ 0.26 0.80
324.5° 23 0.74 0.87
3229° 15, g},“ 0.11 0.90
319.8¢ 23 0.10 0.9:
317.0° 2§ 0.21 0.83
314.4° 23 0.69 0.59
312.6° 28,28 0.52¢ 0.66

@ 1/1* ratios for these bands may be affected by overlapping vibronic
bands. " There may also be a contribution from the 2§ band.
© Assuming v" =0 recoil velocities. If v”"=4 recoil velocities are
assumed, the ratio is 0.57.
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vibronic band. Consequently, it was possible to obtain lower limits for vibrational level
1/1* ratios, as are quoted in those tables, by taking measurements at the wavelengths
of peak intensity. As the wavelength was changed to probe higher rotational levels, the
I/1* ratio increased, often from 2 to 4 times. For some of the weaker bands poorer
signal levels prevented 1/1* measurements away from the band maxima. The greater
chance of overlapping vibronic bands in the region at wavelengths shorter than 326 nm
also reduces our confidence in the attribution of these measured I/I* ratios to a specific
vibrational state.

4. Discussion
(A) OCS

1. The Quantum Yield of S('S)

Our results indicate that >97% of the sulphur product from the 157 nm OCS photodis-
sociation is S('S). This conclusion is supported both by the small magnitude of the LIF
signals for the S(*P) and S('D) species relative to that for S('S) and by the widths of
the Doppler profiles obtained for the various CO LIF lines, all of which were consistent
with a single S('S) dissociation channel. The absolute quantum yield for the S{'S)
production was found by Sharples et al. to be 0.80+0.05.'™'? Since our results indicate
that the S(*P) and S('D) species are produced in less than 3% yield, either the absolute
quantum yield measured by Sharples et al. is low by ca. 0.17 or there is significant
dissociation through a channel which does not produce sulphur atoms, e.g. OCS — CS+
O. Our detection system is insensitive to the possibility of this second channel.

2. Internal Energy Distribution

The rotational distribution of the CO fragment of 157 nm OCS dissociation can be
characterized as Boltzmann for each vibrational level with a temperature which varies
from 1350 K for v =0 to 780 K for v =3. Such high rotational temperatures cannot be
predicted for a sudden dissociation from a linear state. As discussed elsewhere,* sudden
approximations to a dissociation from a linear state predict much lower rotational
temperatures in models based on (1) an impulse approximation, (2) a Franck-Condon
approximation and (3) the ‘rotational reflection principle.’ It thus appears that the
rotational excitation is caused by final-state interactions induced by non-linearity in the
exit channel of the dissociative state. The variation of rotational temperature with
vibrational level is consistent with a statistical model: the rotational surprisal is nearly
constant for all vibrational levels, so that a single dynamical constraint appears to be
responsible for the distributions.

The vibrational distribution was found by summing line intensities over the appropri-
ate bands and correcting the ratios so obtained by the Franck-Condon factors and the
photomulitiplier response function. Nearly equal populations were found in v =0 and
v =1, with ca. half as n.uch population in v =2 and ca. one third as much in v=3.

A theoretical prediction of the vibrational distribution requires a complete knowledge
of the excited-state potential-energy surface. This information is not available. However,
a Franck-Condon calculation*® which takes into account the overlap between the OCS
molecular ground-state wavefunction and that of the excited state, as approximated b‘y
an Airy function, yields a distribution in reasonable agreement with observation:*
(0=0):(v=1):(v=2):(v=3)=(1.0):(1.0):(0.6):(0.17). In this calculation the C—O
bond distances in the CO and OCS molecules were taken at 1.128 and 1.160 A, respec-
tively, while the excited-state potential was approximated by an exponential repulsion
in the dissociation coordinate characterized by a slope of 0.0025 dyn at the ground-state
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14 Photodissociation Vector Correlations

'. However, this potential overestimation

geometry and a range parameter of 1.2 bohr™
the OCS absorption bandwidth.*

It is interesting to note that no vnbratxonal excitation is found in the 222 nm OCS
dissociation through the fiest-excited 'A state.** In this case the energy available for the
nuclear r “tion is comparable to that available in the 157 nm dissociation, where
vibrational excitation of the molecular fragment is observed. This different behaviour
is due to the torque exerted on the CO when the OCS molecule is excited to the highly
bent A state. As a result of this torque, 50% of the available energy is deposited into
the CO rotational degree of freedom, resulting in a highly inverted rotational distri-
bution.*

The vibrational distribution found in this work differs substantially from that found
by Ondrey et al.”® In their work, pure OCS was expanded through a pulsed nozzle into
the dissociation chamber. The molecular beam was then irradiated with pulsed light at
157 nm, and the velocity of the sulphur atom was determined by a time-of-flight
technique. The high vibrational excitation of the CO fragments was inferred from the
observed slow veloc1ty distribution of the sulphur-atom products. One potential problem
with this work is that the authors hae ignored cluster formation in cooled beams. It
has been previously demonstrated that dissociation of OCS clusters results in transla-
tionally cold fragments.** Moreover it is expected from previous results* that a super-
sonic expansion of pure OCS will produce a high degree of clustering. Even with a
beam of 10% OCS in He, based on the Doppler profiles we observe at least a 10%
contribution from slow CO molecules product from photodissociation of clusters. The
problem is likely to be much worse in a beam of pure OCS.

More than half of the 110.8 kcal mol™* of the available energy for the CO+S channel
in the 157 nm photodissociation is utilized for the 63.4 kcal'mol™' excitation of the S('S)
state, leaving 46.9 kcal mol™' available for the internal and recoil degrees of freedom.
Ca. 5.9 kcal mol ™" or 12% of this available energy is deposited in vibrational excitation
of the CO fragment, while another 1.9 kcalmol™' or 4% of the available energy is
deposited into CO rotational excitation. Thus, ca. 84% of the energy available to nuclear
motion is deposited in the relative translational recoil of the two fragments, and the
Doppler widths are quite broad. .

3. Vector Correlations

Calculated and observed Doppler profiles of the Q(19) line and he R(25) line of the
CO (v=0) recorded following 157 nm photolysis of a 0.5% mixture of OCS in helium
are displayed in fig. 3. Reasonable agreement is obtained if the CO (v=0,J=19) or
(v 3, J'=25) velocity is assumed to be that which would be produced for dissociation
in coincidence with a S('S) sibling photofragment, if the vector correlation between »
and J is assumed to be a perpendicular one, and if the recoil anisotropy is assumed to
be described by 8 = 1.3. That the dip in the Q(19) line appears to be rather more shallow
than might be expected for this value of B8 is a consequence of the fact that the F, laser
is unpolarized in the plane perpendicular to its propagation direction, which decreases
ths Doppler profile modulation by a factor of four. We have accounted for this reduction
in our analysis. Even so, we regard the value of 8 = 1.3 to be a lower limit. CO Doppler
profiles obtained from this photodissociation can be influenced by at least three experi-
mental artifacts: dissociation of clusters, reduced detectivity because of molecular motion
on the timescale of detection and saturation of the dissociation. Our attempts to evaluate
these factors are described below.

We know from our prevnous work at 222 nm that OCS expansions can produce
dimers and higher clusters.** Profiles obtained following the 157 nm dissociation of a
beam of 10% OCS in helium showed that all transitions had excess intensity in the
centre of the Doppler profile, which we attribute to slower fragments produced in the
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dissociation of clusters. This feature was reduced in 5% mixtures and was absent in
mixtures containing less than 2%.

A second artifact appeared even for the more dilute mixtures when highly focussed
pump and probe beams were employed: the intensity in the centre of all transitions was
somewhat reduced. We attribute this effect to the rapid motion of CO fragments out
of the probe beam on the timescale of the detection, ca. 100 ns. The use of larger pump,
probe, and detection volumes eliminated this effect.

A third possible problem is that the F, laser may saturate the OCS dissociation so
that the initial alignment is less polarized than that expected in the weak-field limit.
Attempts to obtain sufficient signal-to-noise ratios at lower dissociation intensities are
in progress, and it may be that weaker fields will produce larger modulation of the
Doppler profiles, i.e. larger values of B. Thus, 8 = 1.3 should be taken as a lower limit.

Fortunately, the above effects do not have a substantial influence 0a our measurement
of the v, J correlation, since this correlation is obtained from the difference between
the Q- and P- or R-branch transitions.>*"'° Our finding of a perpendicular correlation
is consistent with angular momentum conservation. Since the angular momenta of the
parent compound and the photon are all quite small compared to the angular momentum
of the CO, conservation requires that J = —L,'where L = u(v % b), is the orbital angular
momentum of the half-collision. Since L is perpendicular to v, we conclude that J must
also be perpendicular to.v.

(B) Methyl lodide
1. Rotational Energy Distributions

Fits to the methyl rotational distributions observed following dissociating methyl iodide
cooled to near 15K in our supersonic beam are shown in fig. 5 and 6 and indicate
rotational temperatures of 120+ 30 K for CH, v =0 and 105+ 30 K for CD, v =0. These
fits have assumed some excess population in K =0 levels, to be discussed below. Using
E...=(3/2)ky T, we find the average rotational excitation to be 125 or 109 cm™' for CH,
or CD,, respectively. Limitations on these measurements due to alignment effects on
the two-photon line-strength formulae and due to predissociation in the methyl 3p *A}
Rydberg state have been discussed elsewhere.’*

The only previous studg of dissociation of supersonically cooled methyl iodide was
reported by Sparks et al.,'”” who used a 300 cm™' wide rotational distribution in order
to fit a vibrational distribution to their time-of-flight data. If 300 cm™' is taken as the
average rotational energy in a Boltzmann distribution, the rotational «..nperature would
be 286 K. Our more direct measurement of 120 K indicates that less energy is disposed
into rotation.

A number of workers have studied the photodissociation of room-temperature methyl
iodide. Hermann and Leone*’ used the spectrum of infrared fluorescence from the
methyl radical to learn about the vibrational distribution, but they intentionally relaxed
the rotational distribution by use of a buffer gas. Preliminary results from recent
diode-laser absopriton vs. gain experiments show high rotational excitation,**’ but it
is likely that translation-to-rotation excitation on the timescale of observations precludes
a determination of the nascent rotational distribution. Welge and coworkers*® used
two-colour MPI to probe the methyl 3s ’A} « 2p 2A} transition in an effusive beam.
From their fit to the CD, rotational profile, they estimated ca. 175 cm™' of rotational
excitation, corresponding to a rotational temperature of 170 K, but the CH;, 3S 2A/ state
was too heavily predissociated for them actually to resolve any rotational structure.
Recently, Black 1nd Powis'* have fitted a 200 K rotational distribution to their effusive-
beam data for CH;, probed by 2+1 MPI on the 4p A} « 2p ’A} Rydberg transition.
The mid-section of their CD, Boltzmann plots was fitted by a 140 K rotational distribu-
tion. Thus, in the two effusive-beam/MPI experiments, where the initial temperatur of
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the CH,I was' ca. 300 K, the rotational temperature of the methyl product was found to
be lower than that of the parent compound, whereas in our experiments on a rotationally
cooled beam, the methyl-product temperature was found to be higher than that of the
parent compound. A close examination of the source product rotation is calied for.
One source might be that initial parent rotation, while a second might be I-C—H,
bending.

(a) Initial Parent Rotation. We consider first the role of parent rotation and whether
it could cause the methyl fragments appear to be warmer than the parent methyl iodide.
Conservation of angular momentum in this dissociation may be stated as

Jen,tdh =Jdey, +h+L (2)

where L is the orbital angular momentrm of the half-collision, J,,, is the unit angular
momentum of the photon and J; is the angular momentum of the iodine atom, which
is equal to 3 for I*. In a collinear dissociation, the impact parameter, b, would be equal
to 0, and since L = u(ox b), L would also be equal to 0, so that Jcy, would need to be
approximately equal to Jcy,.

Is there any way by which a collinear of dissociation could result in a higher rotational
temperature for the CH, than for the CH;I? At first it might seem possible. Since both
kT and the product of J(J+1) times hcB are proportional to the rotational energy
(and hence to each other), it is clear that, for a conserved J, the rotational temperature
is expected to increase if the rotational constant increases in going from parent to
products. Methyl iodide indeed has two rather small rotational constants, those about
the two princiPal axes perpendicular to the C; axis [Bo(CH;l)= Co(CH,l) =
0.250 217 cm™'},*” whereas the corresponding rotational constants in the CH; fragment
are rather large [ A((CH,) = Bo(CH;) =9.57 cm™'1.°°*" If most of the rotational angular
momentum about these two CH;I axes were retained by the CH; fragment, the difference
in rotational constants between the parent and fragment would result in greatly increased
rotational energy.t

However, a closer examination shows that only the CH;I rotations about the C; axis
will be retained by the CH,, while the rotations about the other two principal axes of
the parent molecule will be converted almost entirely to the orbital angular momentum
of the half-collision. The main reason for this high conversion to orbital angular
momentum is that the CH,I centre of mass is 5o close to the iodine. A detailed treatment
of the partitioning of rotation about the axes perpendicular to the C, axis shows that
Jreng/ .I,,,,....=0.4%.’2 Thus, we see that if this dissociation can be treated as a linear
one, little of the initial parent rotation about the non-top axes will be retained as fragment
rotation. Instead, essentizlly all of it will emerge as the orbital angular momentum of
the half-collision. i

It remains for us to consider the fate of the parent angular momentum about he top
axis. The constants for rotation about the C; axis of the fragment and the parent
[Co(CH,;) =4.785cm™" and Ay(CH,l)=5.119 cm™']*" are quite similar; in fact the
rotational constant is actually smaller for CH, than for CH,l. Thus, if the angular
momentum about the C, axis is conserved, the rotational temperature should actually
decrease. We conclude that parent rotations about the top axis cannot account for the
observation that the rotational energy of the fragment is larger than that of the parent.

(b) 1—C—G, Bending. Rotational excitation could be the consequence either of conver-
sion of the zero-point 1—C—H, bending vibrational into rotation or of dissociation
through a non-linear intermediate, particularly in the case of the I channel, where a

4 Accepted nomenclature®' assigns the C axis as the top axis for an oblate symmetric top, such as CH,,
while the A axis is assigned as the top axis for a prolate symmetric top, such as CH,l.
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curve-crossing is assumed to occur. Measurements of the anisotropy parameter demon-
strate that the primary absorption leading to formation of ground-state I is
A,(Qo.) «'A,, just as for formation of I*. Ground-state I atoms must arise from a
curve-crossing to a state of E symmetry. Previous authors®'**>** have suggested that
this curve-crossing can be made allowed by an e-type vibration, such as the methyl
iodide v, rocking mode. Such parent vibrational excitation would impart a torque in
the dissociation leading to fragment rotation about a C, axis. Although such a torque
would not be required in the case of dissociation to the I* channel, it might nevertheless
be a consequence of either the shape of the dissociative potential-energy surface or the
zero-point bending motion. Arguments against the former cause come from the absence
of bending activity in the Raman spectrum of dissociating CH,1.>* In either case, the
I—C—H; bending will produce methyl radicals which should be (1) rotationally hotter
than expected from a purely collinear dissociation and (2) aligned in the molecular
frame such that their axis of rotation is perpendicular to the top axis. In addition, since
rotation about the C, axis is required in the case of dissociation via the I channel, it is
expected (3) that the methyl radicals produced in coincidence with I will be rotationally
hotter than those produced in coincidence with I*.>* Data supporting prediction (3)
comes from our core-sa 2plmg results. Comparisons of 1/1* ratios at discrete wavelengths
in the CD; 03, 2} and 23 bands showed consistently that the smallest 1/1* ratios were
obtained at the wavelengths of peak intensity in each vibronic band, and that as the
wavelength was tuned to higher rotational transitions, the I/I* ratio increased. Data
supporting prediction (1) have been discussed above; for dissociation of rotationally
cold parent molecules, we observe that the fragment rotational energy is higher than
expected on the basis of a collinear dissociation. Data supporting prediction (2) will
be discussed in the next section. There is indeed strong evidence that the methy! fragment
is rotating preferentially, though not exclusively, about an axis perpendicular to the C,
top axis.

We conclude by postulating a possible scenario for the dissociation. Rotationally
cold parent molecules dissociate to produce minor rotational excitation of the fragments,
in agreement with predictions (1)-(2) above. The rotation imparted to the fragment is
due to [ —C—Hj; bending and should be about an axis perpendicular to the C; top axis.
For parent molecules which are rotating substantially (e.g. those starting at 300 K), the
totation imparted by the dissociation is completely masked by the rotation carried over
by conservation into the fragment from the parent. While parent rotation about the
axes perpendicular to the C; top axis mostly converted to orbital angular momentum,
rotation about the top axis is converted to fragment rotation, also about the top axis.
Because the rotational constant for the fragment about this axis is smaller than that of
the parent, and because two parent rotational degrees of freedom have been lost to
orbital angular momentum, the fragment rotational temperature is colder than that of
the parent. Fragment rotation following dissociation of rotationally excited CH,I should
be aligned along the top axis.

2. Alignment in the Molecular Frame.

Fragment alignment has proven to be extremely useful in revealing the mechanism of
photodissociation."? For diatomic fragments, alignment information has been extracted
fron volarization measurements, from correlations between the fragment velocity, v,
and its rotational angular momentum, J, and from the triple correlation between o, J,
and the parent transition dipole, u. For polyatomic fragments information concerning
alignment in the molecular frame is available in other ways, in particular from K, the
projection of the total angular momentum onto the top axis. In the present case, K =0
indicates that the methyl is rotating about a C, axis, while K = =N indicates that it is
rotating about its C, axis. For a collinear dissociation, fragment rotation results only
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from parent rotation about the C, axis, as discussed above, so that we would expect
K == N. For a non-linear dissociation of a rotationally cold CH,I parent, particularly
one induced by an e-type vibration, we expect that the fragment will be rotating about
a C, axis so that K =0.

Conveniently, the two-photon spectroscopy is quite different for these two limiting
cases. For K = =N, O and P branches are inconsistent with the AK =0 selection rule,
so only Q, R and S branches are allowed. In contrast, for K =0, the selection rule
AN =0, £2 holds, allowing only O, Q and S branches. Furthermore, the nuclear-spin
statistics enhance the alignment effects: for CD,, K # 0 levels display slight intensity
variations with a weighting of 11:8:8 for K=3N:K =3N +1: K =3N+2, while for
CH,, the variation is 4:2:2. The spin statistics are much more pronounced for K =0
levels where there is an N =odd: N = even weighting of 10:1 and CD, and 0:4 in CH,.
Hence, a strong preference for K = + N would be evident from the relative dominance
of the Q, R and S branches, while preference for K =0 would be evident from the
enhanced odd or even N lines of the O, Q and S branches.

The CD; 05 band rotational structure shows, indeed, that the odd-N" O- and S-branch
lines are enhanced; the dissociation mechanism seems strongly to favour K =0 popula-
tion. Fig. 5(a) shows a 105 K simulation with the K =0 contribution multiplied by a
factor of 6, while Fig. 5(c) shows an unaligned simulation. Flg 5(b) is the expenmenal
spectrum, which agrees very nicely with fig. 5(a). A CH; 03 band spectrum is displayed
in fig. 6(b) and simulated in fig. 6(a) and (c). Once again, alternate lines of the O and
S branches are ‘enhanced in intensity, ut in this case the enhanced lines correspond to
even-N". Again, the experimental spectrum agrees best with K =0 enhancement.

The alternating intensities make a particularly strong case for a dissociation mechan-
ism which favours K =0 alignment in the molecular frame. We have found no other
dynamical arguments capable of explaining odd- N" enhancement in CD; and even-N"
enhancement in CH;. Other types of alignment can explain enhancement of individual
branches, but not of alternating lines. Only K =0 nuclear-spin statistics result in the
enhancement of every other line, instead of every third line. It is likely that there is
enhancement for other low-K values, but our spectrum, which does not resolve the
individual K -components, is sensitive only to the K =0 component through its influence
on the nuclear-spin statistics.

The recent report by Black and Powis'* of a preference for CD; K = = N levels in
the I* channel of the methyl iodide dissociation at first appears to be at variance with
the above observations, but in fact the two experiments are complementary. The
effusive-beam experiment relied upon resolution of individual Ks to provide direct
evidence of alignment. This experiment is most sensitive to the observation of K =+ N
levels; the K =+ N lines are best resolved since the K splittings increase as 2K +1. As
mentioned above, our experiment is most sensitive to K =0 molecular frame alignment
because this alignment can be observed by the effect of the CD, and CH; spin statistics
on odd or even rotational lines, respectively. Furthermore, while their experiment was
performed in an effusive beam with non-negligible parent rotation, ours was performed
in a supersonic jet to minimize contributions from initial parent rotation. For a rotation-
less parent molecule eqn (2) suggests that Jcy, should be nearly equal to —~L, so that
the recoil velocity, v, should be perpendicular to the CH, rotation axis. Both the Black
and Powis results and ours are consistent with the scenario postulated above in which
K = £ N molecular frame alignment arises from initial parent rotation and K =0
alignment arises from I—C—H, bending. Once the parent has been cooled enough to
reduce the alignment due to initial rotation, the alignment due to I—C—H; bending is
unmasked.

The observed rotational excitation and the K =0 molecular frame alignment have
important implications for the I* channel. The I channel of the dissociation cannot
entirely account for the observed rotational excitation of the v=0 methyl radicals
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because the measured I/1* ratios indicate that little of the v =0 methyl ion signal-arises
from methyl formed in coincidence with I. Similarly, the amount of K =0 alignment
observed (particularly at low N) is too large to be accounted for solely by the I channel.
It seems that the I* channel of this dissociation must also contribute to the alignment,
either through the zero-point I—C—H; bending or through bending induced by a
non-linear dissociative surface.

While we have described the alignment of methyl radical rotation with respect to
its C, axis and have tacitly assumed the recoil velocity to be parallel to this axis, we
have ignored more complicated effects of the correlation between v and J. We expect
from these results that for non-rotating parent molecules v should be perpendicular to
J, while for strongly rotating parent molecules » should be parallel to J. Under these
conditions, the probe-laser polarization will clearly affect the detection efficiency for
particular dissociation channels and rotational branches. In light of the evidence for
alignment shown in these experiments and in those of Black and Powis, further efforts
to determine the contributions of v, J correlations to the methyl iodide dissociation will
certainly be important.

3. Vibrational Distributions and 1/1* Ratios.

By far the most disconcerting results in this work are those for the methyl radical
(v=0):(v=2) vibrational population measurements. In 1981 Sparks et al’® derived
vibrational distributions from their time-of-flight ddta that showed ca. 14 times as much
CH, (v=2) as CH, (v=0) and indicated that the I* channel vibrational distribution
peaks at v=2, while that for the 1 channel peaks at v=3 or 4. Several theoretical
calculations®*->® used potential-energy surfaces based on these measurements. The
infrared fluorescence measurements of Hermann and Leone,*” while not providing
populations for (v =0) CH,, appeared to confirm the measurements of Sparks et al. for
the other vibrational levels. We find, instead, that the CD, (v =0):(v =2) ratio is ca.
(1.1):(1.0) (multiple determinations ranged from 0.47 to 2.1), while that for CH; is even
larger.

We are satisfied that the discrepancies between our (v =0): (v =2) ratio and that of
Sparks et al. do not arise from problems with the Franck-Condon factors used in our
analysis. Our core-sampling measurements of 1/1* ratios are independent of the Franck-
Condon factors, yet they are still inconsistent with a combination of the vibrational
populations of Sparks et al. and the overall 1/ I* ratio for the methyl iodide dissociation.®
That is, if we apply the CH; (v=0):(v=1):(v=2) vibrational population ratio of
(1.0):(4.4):(14.6) measured by Sparks et al. to our CH, v =0, v =1 and v =2 I* quantum
yields of 0.92, 0.77 and 0.47, respectively, an overall I* quantum yield of ca. 0.56 is
obtained: [(1.0)(0.92) +(4.4)(0.77) + (14.6)(0.47)}/[1.0+ 4.4+ 14.6] = 0.56. (We have not
included contributions from vibrational levels higher than v =2 in this calculation, but

because the I* quantum yields decrease with increasing vibrational excitation, the .

additional contributions would lower the overall I* quantum yield still further.) Leone
and colleagues®' have measured a quantum yield of 0.73 + 0.04 for the 266 nm dissociation
of CH,l, in agreement with the value of Riley and Wilson of 0.76.> Photolysis experi-
ments performed at nearby wavelengths or with broadband sources®'** have provided
similar, or even larger values for the quantum yield. In light of those results, an I*
quantum yield of 0.56 is not reasonable.

Instead, if we assume vibrational populations in keeping with our MPI measurements:
CH; (v=0):(v=1):(v=2)=1.1:1.0: 1.0, and neglect higher vibrations, then an I*
quantum yield of 0.73 is obtained, in agreement with the accepted value. Of course,
larger populations of v =2 than assumed will lower the quantum yield slightly, while
larger populations of v = 0 will increase it. We know that the CH, ratio of (v=0): (v =2)
is larger than 1.1 and that the vibrational populations for v> 2 are not negligible. The
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v=1 population has little effect, since its I* quantum yield is 0.76, very close to the
value for the overall yield. Probably any increase in quantum yield from the underesti-
mate of the v =0 population is counteracted by the decrease from the underestimate of
the v>2 populations. Such an argument would explain the superb agreement of our
overall quantum yield estimate with the measured yield of Leone and co-workers.*'

For CD;, a (v=0):(v=1):(v=2) ratio of 1.1:1:1 and neglect of v>2 provides an
I* quantum yield of 0.90. It is quite likely, however, that the populations of vibrational
levels v > 2 are substantial, and because those levels have significantly smaller quantum
yields the overall quantum yield will probably be smaller than 0.90. To our knowledge

.no quantum-yield measurements of the 266 nm CD;l dissociation exist for companson

although broad-band photolysis®**® and 274 nm photoacoustic measurements® have
provided values of 0.99 and 0.73, respectively. (Note that these two techniques yielded
values of 0.92 and 0.76 for CH,I quantum yield.)

The source of the discrepancy between our measurements and those of Sparks et al.
apparently lies in an experimental problem encountered by the latter group. Recent as
yet unpublished reports®® indicate that a reinvestigation of the photodissociation of
CH;l, though at 248 nm, has shown that the data of Sparks et al. were contaminated
by vibrationally excited CH;I which produced a faster CH; (v =0) than the CH; (v=0)
from vibrationally cold CH;l. This led to an incorrect bond energy and misassignment
of the time-of—ﬂight peaks, so that the vibrational level at the maximum of the distribution
is, in fact, v”" =0, with comparable but smaller amounts of v” =1 and 2. The new data
also show some »,=1 populauon These data are in much better agreement with those
found in our own study.

5. Conclusions

Vector correlations have been used to elucidate the photodissociations of a CH;l at
266 nm and of OCS at 157 nm. In the OCS dissociation, sulphur is produced almost
entirely in the S('S) state, while CO is produced in its ground electronic state and in
vibrational levels from v = 0-3 in the approximate ratio (v =0):(v=1):(v=2):(v=3) =
(1.0):(1.0):(0.5):(0.3). The rotational distribution for each vibrational level is found
to be near-Boltzmann, with temperatures that decrease from 1350 K for v=0 to 780K
for v =3. Measurements of the CO Doppler profiles demonstrate that the dissociation
takes place from a transition of predominantly parallel character (8 > 1.3) and that the
CO velocity and angular-momentum vectors are perpendicular to one another.

Our experiments have provided new and unexpected results for the 266 nm methyl
iodide dissociation in a supersonic molecular beam. We have found that the CH, (¢v"=0)
and CD; (v" =0) products from this dissociation are fitted by 120+ 30K and 105+30 K
rotational distributions, respectively. The dissociation mechanism produces alignment
in the molecular frame such that there is a preference for K = 0. The K = + N preference
observed in the effusive-beam results of Black and Powis'* is due to the initial CH,I
rotation. It is likely that photodissociation through both the I and I* channels is
responsible for the observed K =0 preference, perhaps due to e-type vibrations of the
parent.

The ratio of CD, (v =0)/(v = 2) was estimated to be ca. 1.1, with multiple determina-
tions ranging from 0.47 to 2.1. A value for the CH, (v=0):(v =2) ratio could not be
estimated, although it was clearly larger than that for CD,. These vibrational ratios
disagree strongly with the reported measurements of Sparks et al,'* which suggested
CH,; (v=0)/(v=2) ratios ca. 0.07, but they are m much better agreement with an
unpublished reinvestigation for the same laboratory.” Our core-sampling measurements,
showing nearly equal amounts of 1 and I* for CH, (v"=2) and primarily I* for CH,
(v =0), support our measured vibrational population ratio.
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Photofragment Vector Correlations in Vibrationally
Mediated Photodissociation
A New Angle on Intramolecular Vibrational Redistribution

Mark Brouard, Maria T. Martinez, John O’Mahony and John P. Simons*
Chemistry Department, The University, Nottingham, NG7 2RD

Vector correlations in OH fragments, generated through vibrationally medi-
ated two-photon photodissociation of H,O, at ca. 750 nm, have been deter-
mined through Doppler-resolved LIF spectroscopy. The new measurements,
together with a knowledge of the photofragment quantum-state distributions
and an understanding of the dynamics of the direct single-photon dissoci-
ation, have allowed a detailed insight into the intramolecular dynamics in
the vibrationally excited ground state. In particular, it has been possible to
estimate the average vibrational mode composition after IVR over a
nanosecond period. Both angle bending and torsion, as well as large-
amplitude O—O stretching motions, are found to be excited. Extension of
this experiment into the picosecond or sub-picosecond timescale shouid
offer the opportunity of monitoring IVR processes in real time.

Steric indicators of intermolecular reaction dynamics, e.g. differential cross-sections,
product polarizations, sensitivity to reagent polarization, are increasingly valued by
students of reactive and inelastic collisions, both at surfaces and in the gas phase. They
provide a three-dimensional image of the ‘shape’ of the interaction potentials in both
the entrance and the exit channels, a measure of structure and its reorganization in the
course of atomic and molecular collisions.'

Measurements of product polarizations and translational anisotropies following
‘half-collision’ events such as molecular photodissociation are equally valued since they
either supplement structural information derivable from analysis of the molecular
absorption or emission spectrum or, much more commonly, they provide unique evidence
of structural changes in the electronically excited molecule when fast dissociation has
broadened its excited state(s) into a continuum.>”’

Studies of state-resolved intramolecular processes in isolated electronically excited
polyatomic molecules have also benefited from measurements of the polarization of
their spectroscopically resolved fluorescent decay; loss of polarization reflects
intramolecular vibrational-rotational energy transfer (IVRET) promoted through
Coriolis or centrifugal effects.’® Steric indicators have not yet been used, however, to
probe the dynamics of intramolecular vibrational redistribution (IVR) in the ground
electronic state. One of the great unknowns in this process is the changing vibrational
1 composition of the excited molecules as they evolve for example, from an initial high

-

bt

1 energy ‘local-mode overtone’ state into a mix of bond-stretching and angle-bending .
modes. *

The development of vibrationally mediated photodissociation by Crim and co- 2

workers'*'* offers a new method of probing this evolution. Unlike conventional single-

photon excitation which proceeds through a vertical excitation near the ground-state %

equilibrium geometry, vibrationally mediated photodissociation accesses the dissociation ?

continuum through a double-resonance pathway proceeding via the intermediate excita- 3

tion of a local-mode X—H overtone state. Its subsequent evolution through IVR can

[




2 Photofragment Vector Correlations

allow Franck-Condon excitation to occur at geometries distorted far beyond the ground-
state equilibrium dimensions.'®'® This is most pronounced when the total absorbed
photon energy is not very far above threshold and when the electronically excited
continuum state is strongly repulsive. Under these conditions, photofragment separation
begins at a range where any angular anisotropies associated with bending or torsion
about the dissociating bond will already have been greatly weakened. Polarization of
the photofragments’ rotational angular momenta, if observed, should be dominated by
contributions from angular motions in the intermediate level.

This strategy has been employed in a series of experiments using H,0, as the
exemplary molecule'® since it has already been used as a bench-mark system (a) to
probe the dynamics of vibrationally state-selected predissociation out of the ground
electronic state on both nanosecond'* and picosecond'® timescales, (b) to probe the
stereochemical dynamics of its direct photodissociation following single-photon excita-
tion into low-lying electronic continua at 266.'"'® 248'°-?' and 193 nm™?® and (¢) to
demonstrate the occurrence of vibrationally mediated photodissociation.’®'*. Using
single-colour excitation (in the first instance) at ca. 750 nm, sequential two-photon
absorption leads to dissociation of the HO—OH bond, via the intermediate excitation
of the third O—H stretching overtone, 4»(0O—H).'"'>"* The energy absorbed,
26 666 cm ™! is not too far above the HO—OH bond-dissociation energy, Do(HO—OH) =
17300 cm ™', and this, together with the Franck-Condon constraint restricts secondary
photon absorption to molecules for which the HO—OH distance has increased from
1.45 to ca. 1.8-2.0 A. Comparison between the final photofragment quantum-state
distributions and their recoil velocity-rotational angular momentum [e€(g), v, j] vector
correlations generated under direct and under vibrationally mediated conditions has
allowed (i) assignment of the electronic continuum states accessed at long range (where
the lower-lying interfragment repulsive potential-energy surfaces are approaching
degeneracy), (ii) assessment of the separate contributions made by torsional and angle-
bending vibrations to the rotational excitation of the recoiling OH fragments and (iii)
determination of the average mode composition of the vibrationally excited molecules
dissociated by secondary absorption out of the overtone state.

Experimental

Two pulsed, tunable dye lasers, each pumped by the same excimer laser (XeCl), generated
the photolysis (750 nm) and detection (310 nm) beams. The frequency spread of the
latter was narrowed to a bandwidth of ca. 0.08 cm™' by insertion of an etalon in the
laser cavity, and the pulse was optically delayed by ca. 10 ns. The polarization of
the two (necessarily identically polarized) photons absorbed at 750 nm, could be rotated
to lie either parallel or perpendicular to that of the probe allowing the co-axial counter-
propagating photolysis (p) and probe (a) beams to be aligned with &,{/(ep, | ep,) (case
A) or €, L{ep, [ ep,) (Case B) (p, is the overtone-pumping photon and p, is the photolysis
photon). The :user-induced OH (A-X) photofragment fluorescense (LIF) was coliected
without polarization analysis, along an axis parallel to €,. In order to avoid saturation
and any complications arising from photodissociation at the probe laser frequency, the
detection beam was first expanded by a factor of ca. 100, then attenuated and finally
collimated to a beam of I mm diameter. The overtone pumping/photolysis radiation
(<5 mlJ per pulse in 20 ns) was focussed into the centre of the cell by a 30 cm focal-length
lens, while H,O, vapour was flowed slowly through the cell at pressures in the range
10-20 mTorr.t Photofragment LIF signals were integrated on a boxcar system, transfer-

+ 1 Torr = 101 325/760 Pa.
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red on a shot-by-shot basis to a microcomputer where they were normalized to the probe
laser power, averaged and finally stored on disc for subsequent data-processing. The
LIF signal intensity increased with the square of the photolysis laser energy, exponent
n=2.12+0.18: neither the overtone pumping nor the subsequent photolysis step were
saturated at the laser fluences employed (ca. 1 GW cm™2). When the photolysis
wavelength was scanned across the spectral region occupied by the overtone band
4y(0O—H), the OH(A-X) LIF intensity faithfully followed the rotational contours of
the overtone spectra recorded previously by Crim and co-workers.2*?*

Data Analysis

Excitation into the symmetric and antisymmetric local-mode states (4, 0)*, 4v(O—H)
will be associated with transitions polarized perpendicular to the O—O axis, either type
B or type C; the rotational contour of the overtone band has been analysed by Diibal
and Crim in terms of a perpendicular transition in a very near symmetric, prolate top.****
Necessarily, the overtone pumping will initially generate an aligned population of
vibrationally excited molecules. However, given the laser fluences employed and assum-
ing a cross-section for secondary Photon absorption <107'° cm” (¢f. the value estimated
for the equivalent step in HONO,*®) the average interval between primary and secondary
excitation will be =2 ns. This is long enough to allow the parent molecular rotation to
destroy most if not all of the alignment initially present.” At 300 K, the most probable
rotational angular momentum J(H,0,) = 10-11.

Suppose, for the sake of argument, that it were possible for the absorbed frequency
to select a population of H,O, molecules with J(H,0,)=0. Angular momentum con-
servation would require

J(H,0,)=j,+j,+1=0 (1)

where j,, j, and [ are, respectively, the internal and orbital angular momenta of the two
OH fragments. When the fragments were monitored via the R,(1)1 feature in the
OH(A-X) LIF spectrum (corresponding to j, = }), the Doppler-broadened spectral width
indicated an average rotational angular momentum for the sister, ‘unobserved’ OH
fragment of j,=9. Conservation of angular momentum would necessarily require /=9
also if J(H,0,) =0. Orbital angular momentum can be acquired through the tangential
motion imparted by parent molecular rotation perpendicular to the recoil axis and/or
by HOO angle bending. The latter contribution will be very minor since it is the O0—O
bond rather than the H—O bond that breaks, so in fact J(H,0,) must be greater than
zero, confirming the argument for rotational scrambhng This allows us to neglect
higher-order terms [O(cos® 8) in the high-j limit] in the photofragment amsotroples
referenced to the molecule-fixed frame and the use of the analyses of Greene and Zare®®
and of Dixon? to estimate the final photofragment velocities and vector correlations
from the Doppler-resolved LIF spectral lineshapes.

The OH Doppler-resolved rotational profiles were non-linearly least-squares fitted
to the lineshape function'*?

g(d)= Z A i (1+ﬂeﬂP2(COSO)P2)XB) (2)

after its convolution with a Gaussian (f.w.h.m.=0.1 cm™') to accommodate the finite
laser resolution (0.08 cm™') and the velocity spread associated with parent molecular
motion. B.q represents the ‘effective’ (velocity-averaged) translational anisotropy and
6. is the angle between the vectors &,,(||€,,) and k,, the probe laser propagation axis.
W(y,) is the probablht?! that the observed OH fragment [OH(1), say] is born with a
velocity v,; Avh and xp are the corresponding maximum Doppler shifts and relative
displacements from the line centre.

- —



4 Photofragment Vector Correlations

The distribution W(v,) of recoil velocities v; reflects the spread of internal energies
in the ‘unobserved’ OH(2) fragments, E;,,

i 1/2

v = (Z(Eavl Eml)) (3)
MOH

(where E,,, is the maximum energy available for kinetic energy release). The experimental
probabilities W(v;) may lie between two limiting forms: (a) the states populated in
OH(1) and OH(2) are completely correlated, in which case eqn (2) reduces to the single
recoil velocity form® and the profiles may be fitted with Avp and B.4 as the optimized
parameters, or (b) the OH(1) and OH(2) quantum states are completely uncorrelated.
In this case W(v;) may be determined directly from the experimentally observed OH
rovibrational populations'®'*"> and the Doppler lineshapes fitted with E,,, and 8., as
the optimized parameters. As described elsewhere,” these two sets of B.; values
[determined from pairs of Q(N")t and P(N")! transitions in at least two geometries]
are employed in the least-squares solution of the simultaneous equations

b,B83(20) + by83(22) + b,B3(22)
bo+ b,B5(02)

Beﬁ - (4)

where B}(20) =18, the translational anisotro y, Ba(22)(Py(j {OH Pon)), the o, j correla-
tion; B3(22)=the e(p), v, j correlation; 8§ (02) 5/4A,'%, the rotational ahgnment
and by-b, are the angular momentum and geometrical couplmg factors listed by Dixon.”
Rotational alignments (and A-doublet population ratios) were obtained separately from
the measurement of the integrated intensity ratios for P{- and Qf-branch lines in
geometries A and B. Data analysns of the Doppler broadened profiles generated two
sets of bipolar moments, 8¢(k,, k;), corresponding to the two limiting approximations
for the velocity distribution W(v,) (see later, table 2). The returned values of E,,,,
resulting from the analysis which assumed uncorrelated fragment pair distributions,
were found to depend somewhat on the probed OH rotational level, implying that this
limiting assumption was not correct.t The true values of the bipolar moments probably
lie somewhere between the two data sets, but the main conclusions to be presented and
discussed below are common to both.

Results and Discussion

Doppler-resolved spectral profiled have been recorded for OH photofragment rotational
levels N=1, 2, 3, 6, 10 and 14, using a selection of P, Qf, Rt and satellite features.
The results were independent of the choice of F, or F, spin-orbit states: some typical
contours recorded for case A and case B excitation-detection geometries are shown in
fig. 1-3. Rotational alignments and A-doublet ratios were measured from the relative
integrated intensities of P(N)1 and Q(N)? features, recorded under the two alternative
geometries: the rotational population distributions reproduced those reported earlier by
Crim and co-workers.!*'2!* Tables 1 and 2 summarize the complzte set of scalar and
vector data for the two-photon vibrationally mediated dissociation at 750 nm: they also
mclude correspondmg data for the single-photon dissociation at 248,'°?' 266'™'® and
355 nm'® for comparative purposes.

t A more detailed discussion of the fragment pair correlations will be given elsewhere.

———
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Ry(1)

Fig. 1. The R,(1) Doppler-resolved profile [from the 0-0 band of the OH (A-X) transition]

obtained after vibrationally mediated photodissociation of H,0, at 750 nm. The least-squares fit

and residuals correspond to data analysis using eqn (2), assuming an uncorrelated distribution
function for W(v,) (see text).

The Translational Anisotropy

Single-photon, direct dissociation in the ultraviolet leads to fragment recoil with an
anisotropy parameter 8 close to the limiting value 8 =—1. This con‘esponds to fast
recoil perpendicular to the parent molecular transition dipole and is_consistent with
dissociation via the lowest-lying dissociation continuum H202(A 'A).'""2' In contrast,
under vibrationally mediated conditions, 8, while still negative, is considerably smaller
than its limiting value. The reduced magnitude could arise, in principle, through a
number of possible causes, including delayed dissociation, parent molecular rotation,
internal vibrational motions and overlapping transitions into two neighbouring continua
associated with opposite polarizations. Of these, the first seems unlikely in view of the
repulsive nature of the excited continua and the greatly increased rotational period of
the ‘stretched’ molecule. The excitation of large-amplitude antisymmetric vibrations, to
be effective, would require an extension of the O—H bond distance to more than five
times its normal equilibrium value! Molecular rotation about the b or ¢ inertial axes
near-perpendicular to the dissociating bond would only deflect the terminal recoil
velocity vector by ca. 8° and reduce B by 6% at most. 0verlappmg transitions into the
A'Aand B'B electronically excited continuum states, via transitions polarized either
perpendlcular (A G—X) or near-parallel to the O—O axis (B - X) are left as the most
acceptable interpretation for S« —0.4. Two factors would encourage such behaviour:
the steadily decreasing separation of the A'Aand B 'B continua as the HO—OH distance
increases, and their intersection when the torsion angle ¢ is reduced to ca. 90°.° When
the absorbed energy is restricted to two photons of wavelength 750 nm the constraints
of energy conservation and the operatin of the Franck-Condon principle limit seconda
excitation to molecules in which the HO-—OH distance has been extended to 1.8-2.0
(see fig. 4). Torsion about the O—O bond, between the preferred trans-planar geometry
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Fig. 2. The Q,(6) and P,(6) Doppler-resolved profiles in geometries A and B (see caption to fig. 1).

of the A 'A state (¢ = 180°) and the cis- planar geometry of the B 'B state (¢ =0°) allows
the two states to intersect when ¢ =90°.' Strong excitation of the torsional mode will
be identified as an important consequence of IVR in the intermediate overtone state in
later discussion.

The Source of H Photofragment Rotational Excitation

When hydrogen peroxide is excited directly into the dissociation continuum by absorp-
tion of an ultraviolet photon at 248 or 266 nm, the strong positive (v, j} correlation in
the rotatlonally excited OH fragments (Pz(vo,, 10“))<+04 identifies torsion about
the O—O axis as a major dynamical feature.'’>' At the short internuclear distances,
r(O— O)=r,q(HO OH) dictated by the Franck-Condon principle, the excnted oten-
tials VA (¢) [and v8 (:p)} each display a strong torsional angular dependence:* both
experiment and theory®*~'? have converged in assigning torsional motion on the excited
potential-energy hypersurface as a major source of the observed rotational excitation.
The zero-point motion in the ground state is expected to play only a minor role and
the parent molecular rotation is unlikely to be effective in view of the inertial properties
of HzOz, Ia « lb -~ I‘-.

When the photodissociation is vibrationally mediated via the overtone state
4v(0—H), the upper state preparation is quite different. Now, the electronically excited
molecules are generated with highly extended O—O distances, where the torsional
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Q,(10) Py(10)

P,

PR

oy fox

3

‘Q.sat':;

Fig. 3. The Q,(10) and P,(10) Doppler-resolved profiles in geometries A and B (see caption to
fig. 1).

Table 1. Average energy disposals for vibrationally mediated and direct photodissoci-
ation of H,0, (energies in cm™')

Eror Evig Erpans’
OH(v=0) 1624° 0 8335400
(89%)
2x 750 nm OH(v=1) 1077° 7136 6539+ 300
(11%)
average, 1564 785" 8137+390
248 nm* average 2500 0 20850
266 nm* average 2100 0 20 000
355 nm’ average 790 0 not measured

“ From Doppler profiles analysed assuming a single recoil velocity. *Calculated from

the rotational and vibrational po‘Pulations reported by Crim and co-workers.> © These
energy-disposal data imply AH,= 16680 cm

17300 cm™'. This discrepancy may reflect the
Doppler profiles. ¢ Ref. (19)-(21). *Ref. (17

-1, slightly below the accepted value of

failings of the single recoil analysis of the
) and (18). / Ref. (13).
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Table 2. OH photofragment A-doublet populations and bipolar moments generated via two-
photon photodissociation of H,0, at A =747.7 nm

) (e.§) (e, 8)° (6.4)° (e, 6,/)°
w(A”
N T B (IAP) 26300 (=8) B3 pi22)
~0.25+£0.15
1 — — - —
-0.47+0.14
6 1.12+0.10 —0.05+£0.05 -0.14+£0.08 +0.09+£0.02 -0.04+0.02
-0.29+0.05 +0.08+0.03 -0.05+£0.05
10 1.20+0.07 -0.06 £0.09 -0.21+0.03 +0.19+£0.02 +0.09 £0.03
-0.52+0.06 +0.23+£0.04 +0.09 £0.04

“ The first entry for each rotational state corresponds to analysis assuming a single recoil velocity
and the second to analysis assuming an uncorrelated distribution function for W(u,) (see text).

The correct values lie somewhere between the bipolar moments obtained with these two limiting

assumptions.

02 o4 0.
(' - ’.q.)()—O/A

Fig. 4. Schematic of the H,0, vibrationally mediated photodissociation leading to generation of
(rotationless) OH v=0 and v=1 fragments. The ground-and-excited-state potentials (drawn
approximately to scale) are taken, respectively, as a Morse curve'’ and from the ab initio A-state
surface (¢ = 180°) reported by Schinke and Staemmier.’® The O—O bond separations at which
secondary photon absorption takes place are shown as the minimum necessary to fulfil energy-

N ~IF
LIF

L OH(v=1)+OH(v=0)

OH(v =0)+OH(vy =0)

conservation and Franck-Condon restrictions.
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angular dependencies V"(qo), V®(p) are very greatly weakened (see fig. 5); however,
the fractional energy conversion into photofragment rotation is far more efficient, with
(fo)=0.17-0.18 at 2x 750 nm, cf. {fr)=0.11 (248 nm), 0.10 (266 nm) or 0.07 (355 nm).
The much higher levels of rotational excitation under vibrationally mediated conditions
must reflect the prior excitation of angular motions in the intermediate overtone level
through IVR in the ground electronic state. The comparison with single-photon excita-
tion at 355nm'>" is particularly striking since the total energy absorbed is not very
different from that at 2x750 nm. The decreasing rotational excitation with decreasing
(single)-photon energy parallels the Franck~Condon requirement for photon absorption
by molecules with increasingly extended O—O distances, where there is a corresponding
weakening in the angular dependence of the electronically excited-state potential(s),
particularly at 355 nm. At this wavelength, direct excitation requires thermal population
of (or possibly Raman pumping into) highly excited vibrational levels and an extension
of the O—O distance to r(0—0)=1.7A. (The very low absorption cross-section at
350 nm, o(300 K) = 4.8 x 1072 cm?,” reflects the very low Boltzmann population factor).
The very much lower rotational excitation of the OH fragments generated at 355 nm
compared with 2x750 nm also implies a very different vibrational-mode composition
in the photoselected ground-state population, when the overtone levels are populated .
through IVR rather than by thermal means.

Vibrational-mode Composition in H,0, following IVR in the Overtone Level, 4»(O—H)

While single-photon dissociation generates OH fragments exclusively in the zero vibra-
tional level, vibrational mediation via 4»(O—H) excites a small fraction (11%) into the
level v=1.""'*"* The Doppler widths of rotational lines in the OH (A-X), 0,0 and 1,1

6 (@) S L ro@ @

Vig)/eV

A

A

X
I~ ¥ : -
0 180 360 0 180 360 O 180 360 0 180 360
o

Fig. 8. Slices through the X-,'* A- and B- state torsional potentials at ro—o Separations appropri-

ate for excitation at (a) 248nm (ro_o=1.54 A), (b) 355nm (ro_o=1.68 A), (¢) and (d)

2x750 nm (r=1.8 and 2.0 A), respectively; these represent the minimum and maximum O—O

bond extensions necessary to generate vibrationless OH fragments, as dictated by Franck-Condon
and energy-conservation requirements.

e e e ————— -
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transitions (respectively, Avp=~0.6 and 0.5cm™'), monitored via LIF, indicate the
dominance of OH(v =0) as the ‘unobserved’ partner in each case. Since the Franck-
Condon factors for transitions between ‘bound’ OH [in HZOZ(X)] and ‘free’ OH [m
H202(A or B)] will favour Av(OH) =0 only, the vibrational excitation created un * -
vibrationally mediated conditions must reflect a residual level of O—H vibration in the
subset of parent molecules which dissociate to OH(v=1)+OH(v =0), but a complete
redistribution for the major fraction dissociating into 20H(v =0). The energy conserva-
tlon/ Franck-Condon restrictions on the two photodissociation channels are depicted
in fig. 4. The potential-energy curves are calculated assuming a Morse function for the
ground electronic state, with D,=17790cm™*, 8=2.38 A" and r.=1.47 A,"" and the
ab initio potentials are calculated for VA(r) by Staemmler and co-workers, and reported
by Schinke and Staemmler.”® In the first case, where both fragments are generated in
v =0, all of the energy of 13 333 cm™’, deposited initially through the O—H lgpcal-mode
transition, is redistributed through lVR. In the second case, the redistributed energy is
reduced to 13 333—AE[OH(v=1)-OH(v=0)]=9766 cm™". Assuming approximately
half the vibrational energy distribution into angle-bending and torsional modes is
channelled into rotation in the separated fragments,?>?*** the ¥(O—O) stretching mode
will accept ca. 10 130 cm ™' [20H(v = 0)] or ca. 7600 cm™' [OH(v = 1)+ OH(v = 0)], just
sufficient to allow Franck-Condon access into the vibrationally adiabatic potential
correlating with OH(v = 1) + OH(v = 0) (fig. 4). Generation of boti: fragments in OH(v =
1), or either fragment in the level v =2 is impossible for two-photon dissociation at
750 nm, despite their energetic accessibility.

The Bending and Torsional Modes

The relative energies absorbed by the angle-bending and torsional modes can be esti-
mated through consideration of the three photofragment vector correlations, the rota-
tional ahgnment Ao? [=%83(02)] the (v, j) correlation B3(22), and the translational
anisotropy [=82(20)]. In the classical, high-j limit the photofragment rotational angular
momentum components j, (taken parallel to the O—O axis in H,0,), j, (taken perpen-
dicular to the O—O axis) and j, (taken parallel to the twofold symmetry axis) are

2
= (B2 i+ 1) = 40315 +1)  (sa)
Yy 2
(= (LB 1) = 40315+ 1) (s)
0
= (252 1) = +0.5iGi+1) (s¢)

where recoil is assumed to be directed perpendicular to the symmetry axis. Rotational
angular momentum about the O—O axis, j,, can only be generated through torsion and,
given the very small lever arm about the centre of mass of OH and the reduced energy
available for photofragment repulsion, virtually all the angular momentum about y, z
can be associated with transfer from the bending motion.

Thus

(E wnion) (J x)
(Ebend) <.’_v) + (]1)

The final-mode compositions for the populations of vibrationally excited H,0, generating
20H(v =0) or OH(v = 1)+ OH(v = 0) after photodissociation are shown in table 3.

(6)
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Table 3. Estimates of the average vibrational energy distributions
following excitation of the overtone level 4»(OH) in H,0,

dissociation channel

energy/cm™! 20H(v=0) OH(v=1)+O0H(v =0)
O—H stretch 0 3567
O—O0 stretch 10130 7600
HOO bend 1600 1080
torsion 1600 1080

The relative values of (j2)"/?:(j2)"/? also provide a means of estimating the average
parent molecular torsion angle at the instant of electronic excitation out of the intermedi-
ate overtone state. A trans-planar conﬁgurauon, with p= 180° would give (j2)=0; a
cis-planar oonﬁguratlon with ¢ = 0°, would give (j2) = 0; in practice the average conﬁgur-
ation clearly has a torsion angle near mid-way betwein the two extremes, close to the
angle ¢ =90°, at which the torsional potentials V*(¢) and ve (@) intersect. This
strengthens the interpretation of the reduced value for the translational anisotropy,

= —0.4 for OH(v = 0) to overlapping excitation into the two near-degenerate clectroni-
cally excited continua: a ratio (A « X): (B« X)=4:1 would accommodate the observed
anisotropy. Large-amplitude torsional vibrations are also consistent with the high
concentration of vibrational energy, ca. 1600 cm™', into the torsional mode. For H,0,
molecules with an equilibrium O—O distance the barrier to free internal rotation is ca.
2500 cm™'; this will decrease at extended O—O distances and many of the excited
molecules must behave as hindered internal rotors, necessarily with average dihedral
angles <90°.

Intramolecular Vibrational Redistribution

The long time interval between the initial preparation of the vibrationally excited
overtone level and its subsequent excitation into the dissociative continuum in a two-
photon process allows more than ample time for the completion of intramolecular energy
flow in the vibrational excited overtone state. When the O—H local mode is sufficiently
excited (6¥(O—H)] to allow single-photon unimolecular decomposition in the ground
electronic state, the need for redistribution into large [indeed infinite (!)]-amplitude
motion in the O—O stretch is self-evident.' A number of classical trajectory
calculations®®*® and a recent quantal calculation® all suggest that the redistribution is
mediated via weak coupling into the OOH bend: the subsequent transfer into the
low- frequency O—O0 stretching motion occurs on a picosecond timescale. The quantal
calculation® identifies two component vibrational states which are coupled into the
ground-state dissociation continuum, rationalizing the bi-exponential rate of appearance
of the OH fragments found by Scherer and Zewail.'® One state accommodates only a
single quantum in the torsional mode, while the other accommodates none at all, but
has two quanta in the OOH bend. This absence of torsional excitation parallels the
results of the classical trajectory calculations, where redistribution into torsional motion
is predicted to be slow despite the relatively high density of torsional states.*

Under vibrationally mediated conditions, where the intermediate overtone level
{4v(O—H)] would persist indefinitely, were it not for the advent of the second photon
(or another molecule), the timescale is extremely long, ca. 2ns in this experiment.
Redistribution into the torsional mode would thus have ample opportunity to play a
role, as indicated by the positive vo4, jou) correlation in the recoiling fragments.

—— s Ly
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12 Photofragment Vector Correlations

The two different patterns of behaviour suggest that a study of the vibrationally
mediated photodissociation using picosecond or femtosecond laser pulses and delay
times would be particularly rewarding, offering the opportunity to monitor IVR in real
time, through changes in the photofragment quantum-state distributions and their vector
correlations. Sensitivity to the laser pulse duration can also be anticipated*' on fem-
tosecond timescales.

Conclusions

Determination of the vector correlations and the quantum-state distribution in the OH
fragments recoiling from H,0, following both direct and vibrationally mediated elec-
tronic excitation has been given detailed insights into the intramolecular dynamics, both
in the vibrationally excited ground state and the electronically excited continuum. The
average vibrational mode composition in H,0, molecules initially excited into the O—H,
local-mode state, 4v(O—H) and allowed to evolve over a nanosecond timescale has
been determined for the first time. There is clear evidence for excitation of both the
torsional and OOH bending, as well as the O—-O stretching modes, through
intramolecular vibrational redistribution. In addition, there is strong_ evxdence for
excitation into both the first and the second excited electronic continua, A 'A and B 'B,
which approach degeneracy as the interfragment distance increases and the dihedral
torsional angle approaches ¢ =90°.

Future experiments should include picosecond or sub-picosecond time resolution to
allow the evolution of the overtone state to be followed in real time; the use of two
colours to allow ‘Franck-Condon’ scanning of the long-range part of the electromcally
excited potential-energy hypersurfaces; velocity-aligned Doppler spectroscopy*** to
clarify the inter-fragment correlations; and the extension to HOOD to distinguish
between the two fragments.

We are grateful for the support of the S.E.R.C., for the receipt of pre-publication
manuscripts from Professor F. F. Crim and Dr R. Schinke, for illuminating discussions
with Professors R. N. Dixon, A. H. Zewail and Dr 1. Powis, and for support from the
Spanish Ministry of Science and Education (M.T.M.).
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Femtochemistry: The Role of Alignment and Orientation

Ahmed H. Zewailt

Arthur Amos Noyes Laboratory of Chemical Physicst California Institute of Technology,
Pasadena, California 91125, U.S.A.

Some aspects of alignment and orientation have been considered for fem-
tochemistry experiments. Elementary theoretical descriptions of the time
evolution of alignment and angular momenta have been discussed and related
to the radial and angular parts of the potential-energy surface. Applications
to ICN unimolecular dissociation, H+ CO, ‘oriented’ bimolecular reaction,
and crossings between different potential-energy curves in alkali-metal halide
reactions (M + X) are given. Empbhasis is on the femtosecond dynamics of
the transition-state region and the clocking of fragment separation in real
time.

1. Introduction

In femtochemistry, chemistry on the femtosecond timescale, one monitors the reaction
using two laser pulses of different colours. The first pulse initiates the reaction and sets
the zero of time (clocking). The second pulse probes the fragments as they separate
from each other or as they form new bonds. Because of the time resolution and sensitivity,
the separation can be viewed with sub-Angstrom resolution. Elsewhere,'”” the concept
of the experiments has been discussed in relation to the potential-energy surfaces (PES)
of the reaction, and applications to a number of reactions hae been detailed. Here, we
shall address the role of alignment and orientation in these femtochemical experiments.

On the femtosecond timescale, the fragments are in close proximity and the time
evolution of coherence, angular momenta and possibly trapping resonances is expected
to be important. Hence, borrowing from techniques used to study alignment of fragments
at asymptotic distance separations® (i.e. time—» o) one can perhaps observe the ‘during’
alignment of the reaction if femtosecond pulses are used. These studies should help in
answering some new questions about the ephemeral transition-states orientation and
population, and the angular dependence of the PES.

Some elementary theoretical descriptions of these time-dependent processes are given
here. Comparison with experiments involving dissociation reactions will be made and
extension to ‘orientated’ bimolecular reactions (collision complexes) will be discussed.
We will first briefly highlight the experimental methodology and results.

2. The FTS Technique and Some Applications

The main technique described here is femtosecond transition-state spectroscopy (FTS)
which is a pump-probe method that allows us to obtain snapshots of reactions while
fragments are separating, or encountering each other. If ultrashort pulses are employed,
the sensitivity of the detection is enhanced by a factor of 10*-10° when compared with
time-integrated, steady-state experiments. Essentially all molecules traversing the transi-
tion states can be detected, and this is a key feature of femtochemistry. The difficulty,

t John Simon Guggenheim Foundation Fellow.
$ Contribution No. 7844.
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however, comes in generating pulses and in developing the techniques for observing
changes on the femtosecond timescale.

The FTS signal recorded will be some measure of the absorption by the fragment
of the probe pulse at wavelength A, as a function of the time-delay = between pump
and probe. This could be accomplished, for instance, by measuring the change in the
transmission of the probe. Since the experiment would not be background-free, far
better sensitivity can be obtained through, for instance, the detection of the laser-induced
fluorescence (LIF), or the multiphoton ionization (MPI) generated by the probe. Typi-
cally, we measure the FTS signal when A, is tuned to the absorption wavelength of the
free fragment, A3 (where o denotes that R — ), and at a number of wavelengths
absorbed by the transition states, A (where * denotes the transition-state region of R).
Then a surface of measurements A(f; A%,), AXs), ..., AT) is constructed. This surface
is related to the dynamics and to the PES of the reaction, as we will discuss below. The
experiments are then repeated for different pump wavelengths (A,).

(a) Unimolecular Reactions

In the simplest FTS experiment (clocking), the probe is centred at an absorption of one
of the free fragments. In this case, the absorption of the probe will initially be negligible
and will only become substantial when the fragments achieve large internuclear distance
and are therefore (essentially) non-interacting. The delay at which the probe absorption
‘turns on,’ 7, is therefore a direct measurement of the time required for complete (or
nearly complete) internuclear separation. In other words, FTS provides a ‘clock’ of the
time required to break the bond and, thus, is a fundamental measurement.

The experiment can be pictured simply as a measure of the femtosecond ‘time-of-
flight’ on the excited-state PES from the initially excited configuration at R, to the free
fragment configuration, where the probe opens a ‘window’ on the PES. If the experiment
is performed for various probe spectral widths, then additional information on the
asymptotic shape of the potential can be obtained. Additionally, the clocking experiment
offers significant practical advantages which have been discussed by Rosker et al.’ Such
clocking experiments have been performed on the dissociation reaction of ICN,

ICN* — [I---CNJ* = I+CN 1)

and provide 7,,,=205+30fs (see fig. 1).

FTS experiments can also be made by tuning A, away from the transition of the free
fragment. The final products will thus not absorb the probe wavelength, but instead
the transition states of the reaction may do so. The FTS transient will therefore be
expected to build-up, as the molecules enter the optically coupled region of the probe,
and then subsequently decay, as the molecules move on to final products (see fig. 2).
By obtaining FTS transients for various values of A¥, information on the shapes of the
PESs involved can be obtained. These experiments have been detailed elsewhere by
Roster et al.’ and discussed in relation to the PESs.

To relate these measurements to a dissociation time and to the characteristics of the
PES, we first consider for repulsion between the I and the CN fragments a potential of
the form:®

V(R, 6) = Voexp (-R/L)f(R, 6) (2)
where L, is the repulsion length parameter and f(R, 8) describes the angular part. The
classical equation of motion for this system, without f(R, ), can be integrated to give
analytically the internuclear separation of the fragments as a function of time, R(¢),
and the corresponding potential as a function of time, V(t).

We then ask, what defines a dissociation time? If it were defined as the time for the
two fragments to reach a separation at which their interaction energy is negligible, the
dissociation time would depend on the sensitivity with which the energy can be measured;
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Fig. 1. Typical on-resonant FTS results for the ICN reaction. (a) O, the MPI calibration signal,

which gives the detection-response function and the zero of time;* [, the FTS data for ICN,

taken with A, =A3. Note the time delay between these traces, 7,,, (b) The same data,shown on
an expanded scale.

an infinite time is required to reach infinite separation. A more invariant definition is
obtained as follows: consider the difference between the time taken for the fragments
to separate from R,, the separation at the instant of photoexcitation, to R (as they
travel along the actual potential) minus the time which would be required had the
fragments travelled at the terminal velocity (v). Then 74 is defined as the limit of this
difference as R — . For the potential described above (with no anisotropy), one
obtains: r4=(L,/v)In4. While it is well defined, this 74 is obtainable only from a
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LIF signal

1 1 1 L J
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Fig. 2. Typical off-resonant FTS results for the ICN reaction. ll, A, =389.7 nm; @, A, =389.9 nm;
0, A =390.4nm; O, A,=391.4nm The zero of time is determined separately for each data set.
Comparison with theory is discussed in ref. (3).

hypothetical experiment requiring the measurement of minute differences in long arrival
times (see fig. 3).

A more useful description of bond breaking has been recently developed'® to
consider the time dependence of fragment separation and te absorption by fragments
during this separation. When the fragments develop to be spectroscopically free, the
absorption achieves a maximum. Dissociation can be spectroscopically free, the absorp-
tion achieves a maximum. Dissociation can be defined as the time delay when the
mid-point of the absorption is reached:

T2=(Li/v)In(4E/7y). (3)

Here, y is the half-width of the energy distribution of the probe pulse and E is the
energy available above dissociation (E » y). An important observation is contained
within this analysis: the probe spectral width determines a ‘window’ through which the
free CN is viewed, and so affects 7,,,. Since we have both y (40 cm™') and E (6000 cm™'),
the above expression yields for the repulsion length parameter L,=0.8 A, for the
exponential potential discussed above. A similar procedure can be used to calculate
length parameters of other potential shapes, e.g. R™". According to the above analysis,
the potential falls to 1/e of its initial value in 0.8 A, but the distance corresponding to
7112 (the time taken for the potential to drop to ¥) is 4 A.

There are several points to be made regarding this reaction. First, the PES of ICN
dissociation is more complex than that illustrated here because there are two channels
(with possible crossings) for dissociation involving the production of iodine either in
its ground or its excited spin-orbit states (fig. 4). However, at 306 nm our available
energy is just below the excited I* state channel, and it is known experimentally that
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Fig. 3. A potential-energy surface as a function of the parameter ¢ (time), with 25 fs per division,

and as a function of the parameter R (internuclear distance), with 0.5 A per division. An

exponential shape is assumed and the initial potential energy at =0 and (R =0) is 6000 cm™'

(17.2kcal mo!l ™' above dissociation). Note that the recoil velocity, given by the instantaneous

slope of R(r) vs. t, rapidly achieves the terminal value. The difference between R(t) and the

straight line (which is determined by the terminal velocity) approaches a constant at long time;
this difference represents the invariant 7, defined in the text.

at this excitation wavelength the reaction is to the ground-state channel, which correlates
with a bent state. The measurements reported here clock the dynamics of I—CN recoil
and the development of free CN. As pointed out by several authors,”'"'? the dynamics
that produce rotational excitation are due to bending, and could be on a shorter timescale.
Time-resolved alignment experiments (discussed below) should aid us in resolving this
bending dynamics. At our wavelength of excitation, the product rotational-state distribu-
tion of the nascent CN was explained by nearest-neighbour repulsion effects exclus-
ively.” This is consistent with the picture here of repulsion between CN and iodine.
Secondly, the absorption measurement depends also on the characteristics of the upper-
state (1+ CN*) potential. However, in the asymptotic limit (R — ), r,,, is described,
for the shape of the transients, the direction of the probe wavelength shifts and the
effect of tuning the pump wavelength can separate V, and V, dynamics. Finally, we
assumed here a repulsive potential, but there exists a method to invert the data to give
the shape of the PES and to account for the attractive terms in the potential.'* What
about the angular part f(R, 8) of the PES? This we address below in section 3.

Theoretically, these observations are reproduced using classical-mechanical® as well
as quantum-mechanical'® treatment of the dissociation (see fig. 5). Even kinetics can
describe the general behaviour of the transients as shown in ref. (3). From these results
we determine that the transition states en route to dissociation live for only 50-20 fs,
depending on the R region probed.

(c) Extension to Bimolecular Reactions

An important new issue arises for bimolecular reactions that is not a concern in the
unimolecular case. For a unimolecular reaction, the reaction begins when the laser




6 The Role of Alignment and Orientation

T T I"IJH_

= [+ CN(B*E") 1

T
g
X
>
o
[ -
H
2 1"+ CNIX 2%
S j
& 1+CN(X ’T*)
.{
3 ] L_ L
2.5 3.0 3.5 7 6.0
RI.CN/A

Fig. 4. The (typical) potential-energy surfaces of ICN and the concept of FTS experiments at A%

and AS. The pump pulse causes a vertical transition from V, to V,, and the subsequent motion

on this surface is indicated. The transition-state is probed by A%, or the final state by A3, which

are shown by the respective arrows from V, to V,. The absorption spectrum of ICN and the

pump energies used are sketched on the left. Note that the difference between A% and AT is not
to scale and that the van der Waals wells are not shown.

pulse initiates excitation and subsequent dissociation. Thus, the interval between the
firing of this laser pulse and the subsequent probe laser pulse represents the actual
amount of time that the reaction has been taking place. However, for a bimolecular
reaction, whether in bulk or in crossed beams, there is no comparable way to establish
the beginning point for the reaction. So there would appear to be no hope of determining
the time of formation and decay of transient collision complexes with lifetimes of only
femtoseconds to picoseconds.

However, a special trick enables one to establish the zero of time within an uncertainty
governed by the laser pulse duration only, for a whole class of bimolecular reactions.
This has now made it possible to study real-time d?'namics of these bimolecular reactions.
The first of these experiments by Scherer et al,' in collaboration with Bernstein, has
been conducted in the picosecond, rather than femtosecond, time domain, but the
principle is the same. The method involves the use of a beam of a van der Waals
‘precursor molecule’ and containing the potential reagents in close proximity. Here, we
make use of the approach of weak molecular complexes, as pioneered by the groups
of Wittig and Soep to study product-state distributions,'®'” so we can establish the zero
of time and hence follow the course of the reaction in real time. For the reaction studied,

H+0CO — [HOCO)* — OH+CO (4)
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Fig. 5. (A) Predicted FTS results from classical mechanical calculation (see text): parameters are

L,=08A,v=002ATfs"', E=6000cm™', and y =40 cm™' (representative for ICN). The curves

shown are for (from left-to-right) r* = 100, 150, 200, 250 and 1000 fs. The peak amplitude of each

data set has been normalized to one and the calculation does not take into account the finite

temporal width of the pulses. [For more details see ref. (3). Note the delay of the free fragment

absorption, by 200 fs, and the build-up and decay of absorption of fragments in the transition
region (A¥).

The precursor molecule was IH---OCO, formed in a free-jet expansion of a mixture
of HI and CO; in an excess of helium carrier gas. Such van der Waals complexes have
favourable geometry which limits the range of impact parameters and angles of attack
of the H on the 0CO."®

To clock the reaction, an ultrashort laser pulse initiates the experiment by photodis-
sociating the HI, ejecting a translationally hot H atom in the general direction of the
nearest-neighbour O atom in the CO,. A probe laser pulse tuned to a wavelength
suitable for detection of the OH was delayed relative to the photolysis pulse using a
Michelson interferometer. The OH appeared after a delay of a few picoseconds from
the initiation pulse. This delay represents a direct measure of the lifetime of the[HOCO]*
collision complex at the available energy of the collision. The lifetime changes with
translational energy. A new series of experiments using femtosecond pulses is being
undertaken in order to follow the formation and decay of the collision complex in the
femtosecond region, and to study the effect of limited impact parameter (orientation),
an important feature of this apg)roach, on the reaction dynamics. Comparison with
classical trajectory calculations,’” based upon the ab initio calculated PES, will be
important.

It is probable that this technique will be applicable to a wide variety of bimolecular
reactions, including not only those involving long-lived collision complexes that last for
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picoseconds, but also direct-mode reactions with transition-state lifetimes in the fem-
tosecond range. As with unimolecular reactions, off-resonance detection should allow
detailed measurements of the build-up and decay of the transition states with the zero
of time for the bimolecular reaction being known to fs time resolution. The fact that
the reagents are orientated (at least to some extent) also makes the alignment experiment
described below of particular interest.

(c) Reactions from the ‘Alkali-metal Age’: Covalent to Ionic Crossings

The femtochemistry discussed thus far for unimolecular elementary reactions [section
2(a)] involves the process of bond breaking on dissociative potential-energy surfaces.
The molecules are in ‘transition’ for only 50 fs or so, as evidenced by the rise and decay
observed in the ICN experiments and confirmed by theory. If, however, in the process
of falling apart, the system encounters a well in the potential-energy surface, or if there
is more than one degree of freedom involved, the system cn be ‘trapped’ and thus exhibit
behaviour indicative of quasi-bound states, or resonances. In real time, manifestation
of these resonances would be a slow-down in the appearance of free fragments and
possibly the appearance of oscillations reflecting the vibrational resonance frequency
of the wavepacket of the dissociating fragments.

The classic reactions of alkali-metal-halogen are prototype systems for such studies.
This class of reactions has been studied before in the ‘alkali-metal age’ of molecular-beam
scattering of alkali metal (M) and halogen (X)*"** and observing their real-time
behaviour will be of great interest to current studies in the ‘femto age.” Because of the
ionization potential of M and the electron affinity of X, the energy of M* + X" is higher
than that of M+X. In the ground state the molecule is ionic M"X"™, and this state
correlates with M* + X (see fig. 6). Hence, the covalent potential-energy curve (M + X))

Fs Ahad assnnn
probe (t,\} Nal® INa™"1]** [Na"""1)** Na+I+E,
! I I
®0 © ©
| ' H
’. ’. i |
355 ; ! ionic Na*+I”
Fs I .
ump (A} -t~ 1
pump (N4
covalent Na + [
251 -——
20+

energy/10° cm ™'
S &
i LEE

R =693 A

wn
L)

oL N, 1
02 5 10 15
R/A
Fig. 6. The PES of an alkali-metal halide (Nal) reaction, and the concept of FTS experiments at
AY and A%,

R
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crosses the ionic (Coulombic) curve. Because of this crossing (or avoided crossing) at
certain M- -. X separation (R,), electron harpooning takes place. The potential-energy
surfaces for such important processes have been described in a classic series of papers
by Berry, and the reader is referred to the review article which also describes many of
the experiments done on these systems?

In the femtosecond experiments by Rose ef al. and Rosker et al,,*’ the initial pulse
at A, takes the molecule from the M* X~ ground state to the covalent surface MX*. The
second pulse probes the reaction at A¥ (transition-state region) and at AT (final product;
in this case Na):

MX* = [M---X]* - M+X (M=Na; X=1, Br). (5)

En route to products, the [M - - - X]** transition-state molecules ‘decide’ between ionic
and covalent paths; either the packet of MX* will be trapped on the adiabatic potential-
energy curve or it will dissociate by following the non-adiabatic curve. The two cases
have entirely different temporal behaviour and, if there is trapping, the frequency and
amplitude of the oscillations will provide details of the nature of the surfaces and the
strength of the coupling. Comparison with theory?® can then be made.

The experiments show (fig. 7) a striking oscillatory behaviour (when probing at A¥)
that persists for picoseconds (cz. 10 oscillations) in the case of Nal, and for less time
(ca. 2 oscillations) for the NaBr case. Probing on-resonance (at AY) gives a rise with
plateaux separated by the same oscillation frequency. This on-resonance ‘integration’
of the trajectories is a clear demonstration of the concept of FTS, discussed earlier. The
average period for Nal reaction is 1.25 ps, which corresponds to a frequency of 27 cm™".
It is concluded that the packet for Nal is effectively trapped in the adiabatic wellen route
to products, and that the observed oscillations represent ‘pulses of Na atoms’ leaving
the well. Since the oscillation damping time for Nal is ca. 10 ps, one crossing on the

intensity

-2 0 2 4 6 8
time delay/ps

Fig. 7. Experimental FTS results obtained at A} and AT (589 nm) for the reaction: Na
I*—[Na:--I}**— Na+{. The oscillatory (resonance) behaviour at the bottom is obtained
(A)=310nm) when probing at A%, while the transient at the top was obtained by probing the
free fragment (Na). Note that when probing the free fragment the signal shows an ‘integration’
which results in plateaux separated by exactly the resonance frequency. The NaBr reaction was
also studied and results are discussed in ref. (4) and (5).
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Fig. 8. (a) The quantum mechanical time evolution of the wave packet in the reaction of Nal.

Note the ‘splitting’ of the packet into ionic and neutral states and their separate time evolutions.

These results are typical for the different A, values studied. (b) The simulated FTS transients for

Af and AT probings and the total signal (). A, =300 nm. Note the similarity to the experimental
results in fig. 7. The calculations are detailed in ref. (27) by Engel er al.
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outward phase per oscillation (ca. 1 ps) has a probability of ca. 0.1 to escape from the
well. For NaBr, the frequency of oscillation is similar in magnitude, but severe damping
is observed. Thus, the crossing for NaBr is much more facile than for Nal, consistent
with theoretical expectation. In ref. (4) and (5) we compared theory with experiments
and obtained the Landau-Zener probability of escape, the anharmonicity of the PES,
and the coupling between the covalent and ionic curves. An interesting question is how
the °‘dephasing’ and spread of the wavepacket influences the dissociation rate, as
determined by the decay of the oscillations. The experiments do show manifestations
of this decay and spreading, and theoretical modelling of the wavepacket dynamics in
these prototype systems is important. Very recently, quantum and semiclassical calcula-
tions (fig. 8) have been performed®’ and agreement with the experiment is good.

Real-time observations of the dynamics at different A, and A% should now allow one
to view the motion of the wavepacket under different conditions from the Franck-Condon
excitation region all the way to ‘infinite separation,’ or fragmentation, making contact
with absorption spectroscopy, atomic beam scattering experiments promise to provide
rich information bearing upon the shape of the PES, curve crossings and interactions
among different degrees of freedom in many other reactions. In future publications,®
we willzgietail these findings and relate to studies using wing emission spectra by Polanyi’s
group.

3. Femtosecond Alignment and the Angular Part of PES

To this point, we have discussed the reaction ABC* — A+BC as if its configuration
space were one-dimensional (with no centrifugal contribution), the only parameter being
the distance.of A from the centre of mass of BC. However, the angular part of the
potential may be important. As an example, the repulsion of bending ABC will generate
a torque during the reaction . This time-dependent evolution of angular momentum is
related to the alignment, which can be studied using FTS by polarizing the fs pulses.
Transients taken with parallel pump and probe polarizations can be compared with
those taken with perpendicular polarizations, as done in time-integrated experiments,*’
to probe the evolution on the femtosecond timescale.

The time dependence of alignment and angular momenta are reflected in two types
of measurements. First, the angular part of the potential might lead to different 7/,
values, depending on the final angular momentum state of the BC fragment. Secondly,
the loss of alignment at early times will reflect the degree of the torque which leads to
rotations in the BC fragment. Because the BC fragment most probably will be produced
in a distribution of angular momentum states, the coherence time is expected to be
short. These points are discussed next.

(a) Time Evolution of Alignment and Coherence

Here, we shall consider a triatomic molecule (e.g. ICN) with two coordinates, R and
6. R is the distance between the I atom and the centre of mass of the CN. The angle
between r (the CN direction) and R is 0. Using the well known formula®' for the
angular dependence of the signal, and transforming from the space-fixed coordinate
system to the molecule-fixed axes system, one obtains expressions for measurements of
the signal when the E vector of the probing pulse is parallel, )(¢), or perpendicular,
1.(1), to the E vector of the pump pulse:

I()= l+ip—o+%§cos (2jwet) (6a)
I,(1)=1 —%—22% cos (Zf"’o_')- (6b)

-
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In these equations, an overall constant is neglected and w, is the fundamental rotational
angular frequency. jh is the angular momentum of the fragment (CN), and B, as usual,
is equal to 2 for a parallel transition (the CN B « X transition is parallel).

From the above expressions we note several points. First, in this case, the alignment
of the CN (in a given j) generated by the dissociation impulse is periodic. Secondly,
Iy(1) and I,(1) have identical periodicity but they are out of phase. The period of the
oscillation is determined by 2w,. At t =0 the ratio of the two absorptions is 3. For the
ICN dissociation, we can obtain the expected time evolution. Since ji = wl, one obtains
for j =35 that the CN will execute a revolution in ca. 1.7 ps. For j =25, it will spend ca
340fs in one revolution.t Accordingly, the transients will be periodic with the time
constants determined by the characteristic j-state dynamics.

The problem is that the dissociation impulse does not produce the CN in one j state.
Instead, because of the distribution in the torque (in this case, the bending angles) many
Jj states are produced in the course of dissociation. For ICN, e.g. at 308 nm excitation,
the average CN rotational energy is ca. 1200 cm ™' (the average j is 25) and the distribution
is very wide. As a result of this distribution, the ‘discrete coherence’ described above
will be replaced by ‘dephasing,’ and the question is then: what is the dephasing time,
and what is the expected I;(¢) and I (1) in the course of dissociation?

To handle these questions, we will assume a distribution of j states produced by
dissociation. For simplicity, we take this distribution, P(j), to be a Gaussian (centred
at j =0), and separate the alignment and population dynamics. Then, we can average
the above equations over this distribution and obtain:

(148438 exp (=22

(1||(t))—(1+10+loexp( !/'rc)) A(1) (7a)
(1-B_3B - 2)

(h(l))—(l 2 2OCXP( r'/Te) ) Ar) (7b)

where 7. is the dephasing time given by (wo4,)”' being the half-width of the distribution
in j. A(t) is the usual population (‘incoherent’) transient function (build-up of free
fragment absorption or build-up and decay of transition-state absorption). We note
that the ratio at 1=0 is again 3. However, the limiting values at long times will be
1.2/0.9 (and not 1) for exponential A(t). The transients in this case will show decay in
I, experiments and a build-up in the I, experiments with a time constant 7.. This is
reminiscent of the problem of rotational diffusion of molecules in liquids.
To see the connection, we write the expressions for the case of liquids:*

l,,L(r)=—159[l+2r(r)]exp(—t/-rr) (8a)

150 =201-r(0] exp (=1/7) (86)

where 7; is the incoherent fluorescence decay, and r(t) describes the rotational diffusion,
usually given as ry exp (—t/7,). According to these expressions, when 7> 7., then the
ratio of Iy and I, at t=0is (1+2r)/(1—r,). For a dipole transition, r,=0.4 and this
ratio is again 3! The signal will show the expected decay behavicur for I; and build-up
for I,, and as t — oo, the ratio is 1 (not 1.2/0.9). On the other hand, if 7, < r, then the
ratio is simply (1+2r,)/(1 —r,) at all times. The same kind of behaviour can be seen
from eqn (7a) and (7b) in the case of dissociation if we take A(t) to be an exponential
decay, representing, e.g. the decay of the transition states.

+ For simplicity of notation we shall use j to denote the angular momentum of the CN fragment, although
more conventionally we should use N.

i
.
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14 The Role of Alignment and Orientation

To compare theory [eqn (7)] with experiments, we take A(¢) to be the absorption
of fragments during dissociation. The model for this A(¢) has been developed else-
where,>'® and here for illustration we consider the simplest case of a one-dimensional
PES. Then,

C
Al = Y2+ W2, t%) (9a)
where
W(t, t*) = E (sech® x —sech® x*). (9b)

The total energy is E and x and x* are simply vt/2L and vt*/2L; v is the recoil velocity,
L is the potential repulsion parameter [i.e. L, in eqn (3)], t* is the time for maximum
absorption by the probe and C is a constant. The model explains well the observed
transients when *-— o (free fragment detection) and for finite r* values (transition
states detection), and is consistent with quantum calculations as described above and
shown in fig. 5.

We now use eqn (7) and simulate the expected behaviour for (I;) and (I, ) for different
7. and t*. Fig. 9 shows these calculations. It is interesting to note that the anisotropy
becomes more pronounced as t* becomes shorter. This is expected since the dephasing
time is finite, and if we probe at early times on the PES we have a better chance for
observing the large differences between I, and I,. Note that if the rotational distribution
of the fragment P( ) is shifted from j =0, as in this case, then the coherence decay of
eqn (7) will be modulated by cos (2wgjmax?). FOr jmax =25, the period of the oscillation
is 170 fs, longer than 7. and hence is relatively unimportant.

The dephasing time can be estimated for the ICN dissociation. Since w, for the CN
is known and Aj of the rotational distribution is also known, r.~40 fs. The calculation
of this dephasing time due to an ‘impulse’ of dissociation has direct analogy to dephasing

2.0r

1.8

'y

0 50 100 150 200 250 300

time delay/fs

Fig. 9. The calculated (I;(¢)) and {I (1)), showing the effect of 1* (10fs, 100 fs and 1 ps) and 7.
(50 fs). The transients show the decrease of the anisotropy as ¢* increases. Note that the initial
ratio is 3, and at long time delays it becomes 1.2/0.9 (see text).
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of molecules excited coherently into a distribution of rotational levels by a laser pulse.*
In this case one obtains an initial dephasing and then recurrences at long times
(determined by the rotational constant of the molecule), as verified experimentally.>*
If we apply this analogy to the problem at hand we obtain the following simple expression
for 7.:

1.=~22[B(ER)]""? (10)

where 1 is in ps and both the rotational constant B and the average rotational energy
(ER) are in cm~'. At 306 nm of pump excitation (ER) is known (see section 2) and this
gives 7.~44fs according to this model. The experimental data in fig. 10 show the
similarity of the I, and I, transients, consistent with the analysis in fig. 9, and we will
attempt an improvement of the S/ N to permit extraction of an accurate 7.. It is now
clear that interesting new effects regarding temporal and spatial alignment can be
searched for as we systematically change t* and make the pulse duration even shorter.

In the above treatment we did not consider the effect of parent rotation. This may
be incorporated in 8, but for the ICN it is known that parent rotation is not what
determines the rotational distribution of the CN.>* Finally, it will be interesting to
compare the above theoretical calculations, based on the separation of coherent (align-
ment) and incoherent (population) dynamics, with ‘exact’ dynamical calculations on
PESs of different angular forms.'* This will help us understand the different time scales
involved and their relevance to the separability question, since the R and 6 ‘motions’
are expected to be coupled.

(b) Time Evolution of Angular Momenta

The LIF spectrum of free CN exhibits the many transitions of the P and R branches.
For 308 nm excitation, the R branch is fully resolved and extends to 381.5 nm. These
transitions to the blue of the bandhead are associated with different rotational quantum
numbers of the CN fragment.

The spectral width of the femtosecond probe is broad, so that the excitation of a
single rotational level is impossible. However, we have attempted to probe regions
selectively within the P branch of the CN spectrum which are associated with either
high or low rotational quantum states. For example, the region near the bandhead is
associated with high rotational states (=20), and near the start of the P branch at
387.5 nm, with lower quantum numbers.

The clocking experiment was performed at various probe wavelengths between 388.7
and 387.4nm The vaues of 7,,, determined from these measurements’ are shown in
fig. 11 for both 306 and 285 nm pump wavelengths. At the bandhead as previously
discussed, this experiment yields a time delay of 7,,,~200fs. However, a substantial
decrease in 7,,, was observed as the probe was shifted towards shorter wavelengths.

An obvious possible cause for this observation is due to the change in the translational
energy with rotational excitation of the CN. For 7000 cm™ of total available energy,
the low-angular-momentum states will be produced with essentially all this energy in
translation. However, for high-angular-momentum states the translational energy will
be less than the available energy; for j =25, Ex = 1250 cm™', and tlie translational energy
becomes 5750 cm™' (vibrational excitation is assumed to be negligible)."’ In the centre-
of-mass frame, v is proportional to E'/?, and 7,,, at most should change from ca. 200
to ca. 180 fs. This is a much smaller effect than the data in fig. 11 show.

Probing the different rotational states of the CN is sensitive to a more interesting
dependence, namely, the angular part of the potential. In general, the PES is not only
radial but it has an angular dependence described by the angle (8) between I and the
centre-of-mass of the CN. For ICN, the potential has been rostulated and used to fit
the product state distribution, e.g. as done by Goldfield et al” A form that is discussed

ool ALY
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Fig. 10. Results of femtosecond alignment experiments. FTS data taken off-resonance, with either

parallel (O) or perpendicularly polarized (A) pump and probe beams. The probe polarization

was kept parallel to the detection axis. Two data sets are shown, taken under different experiental

conditions. Note that the time delay in (a) curve is arbitrary (the zero-of-time was not determined
for this set). The data is normalized to unity at long time delays.’

by Schinke and others is generally written as:**

_&(cos’ 6~ l))
L

where ¢/L is a measure of the anisotropy of the potential. When e =0, one recovers
the single radial potential (isotropic). However, for negative e, the potential describes
a bent excited state which has a minimum at @ = 90° and a maximum at § =0. Dugan"
has discussed this bending (of CN relative to I) at the 308 nm excitation and obtained
a bending angle of 6, = 18°. Basically, if the molecule were linear (8, =0, on the average),

V(R,0)=Aexp(—R_R°)exp(

3 (11)
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Fig. 11. Fragment delay time, 7,,, as a function of probe wavelength. The values of r,,, obtained
are shown for a pump wavelength of ca. 306 nm (A) and 285 nm (). The FWHM of the probe
was ca. 60 cm™! in each case.

then the rotational distribution would show a maximum at j = 0; instead, the maximum
seen in these experiments is at higher j values for this wavelength of excitation. As he
pointed out, at these long wavelengths there are one or two quanta of bending vibration
(ground state), and their classical turning points are at 14 and 19°. We will not attempt
to quantify the angle here, but the important points are that the bent state produces a
range of torques and that there is time evolution of j.

From the potential, one can calculate the torque and hence j(t):

torque =dj/di=RxF=Rx[-VV(R, 6)]. (12)

For illustration, we used Schinke’s potential and calculated (using a simple torque) the
evolution of j(¢). This is shown in fig. 12. The angular momenta evolve in very short,
but finite times (ca. 50 fs or so) on the scale of femtochemistry experiments. The simple
evolution shown here indicates that at shorter times the distribution is biased toward
lower j states and these states evolve to their final j values at longer times. We calculated :
snapshots of the rotational distribution at steps of 10 fs and confrmed this picture. N

It appears that probing different CN rotational states is monitoring different trajec- R
tories (reflecting the degree of the torque and the steepness of the PES along 6) of :
different reaction times. To see this in real time and compare with experiments, we are ’
currently examining trajectory calculations on PESs of different forms. For example, .
for the potential in fig. 13 (Goldfield et al type®) we ran trajectories (fig. 14) and ¢
observed different times. We also observed more complex evolution for j(t) than the
one shown in fig. 12. (This is because, as mentioned above, we simplified the nature
of the torque for the sake of illustration). These calculations are in progress for different
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18 The Role of Alignment and Orientation

Fig. 12. Angular momentum as a function of time and angle, using Schinke-type potential (see
text) and £ <0. The time (10fs steps) is from 0-200fs and the angle is from —7/2 to +7/2.
Note that when starting at the maxima and minima of the potential along 6 (0, +#/2,...) no
angular momentum is generated since (VV), =0 and hence the torque is zero; see eqn 11 and
12. We have also calculated snapshots of the rotational distribution and found that at 10 fs, the
distribution cuts off at j ~ 10 while for 55 fs it cuts off at j ~ 40, assuming a simple torque.

parameters and potentials to compare with experimental findings and examine the
promise for probing the angular part of the dynamics. Much more will be learned in
the coming years about these problems. We have considered here the simple cases but
there are other possibilities and interpretations as yet unexplored. Hopefully as we gain
more experience with these new findings we will be able to address these and other
problems of the PESs involved, like the effect of centrifugal barrieis, van der Waals
wells and crossings on V, and V, PESs.

(c) Half-collision vs Full-collision

The above discussions describe features of alignment, coherence and time evolution of
angular momenta expected in reactions involving a half-collision. There are two points
that should be made regarding other types of reactions which are bimolecular in nature,
or exhibit resonance characteristics.

i
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Fig. 13. A three-dimensional plot of a Goldfield et al. - type PES (see text) for ICN. The angle
@ is from ~7 to + and R is taken up to0 6.7 A (Ry=2.7 A). The double well along 6 describes
the bent configurations.

In cases where there is crossing (or avoided crossing) between different potential-
energy curves, as in the case of Nal, the temporal behaviour shown in fig. 7 suggests
that alignment experients should be of great interest. In this case, there is no torque,
but the initial alignment of the parent should play a role depending on the time for the
wavepacket oscillatory propagation and the rotation time of the parent molecule. Thus,
probing at different 1* should show he interplay between the two. For Nal, eg. the
rotation time of the molecule in the covalent excited state is 3.6 ps rad ™' for j = 30. This
means that during one crossing from the covalent to the ionic curve, the molecule rotates
an angle of 9.7°. Hence, measurements of I; and I, should show anisotropy that changes
with the number of crossings. Such behaviour will be interesting to observe and relate
to the dynamics of wavepacket dephasing.

In the other class of reactions discussed in this paper, namely orientated bimolecular
reactions, ¢.g. H+CO,, these alignment experiments will be valuable. As shown®® by
Herschbach many years ago, the mean time, 74, for the decomposition of the collision
complex can be estimated from knowledge of the angular distribution (direct vs. complex
mode reaction) and the rotational period of the complex,

r.=2n(I/L). (13)

—————————— et e —— — ey y——

~



Py

-

e

T — e~ A ~w — ~ L4

20 The Role of Alignment and Orientation

Fig. 14. A contour map of the PES of Goldfield et al’ Using a computer algorithm, for the
classical dynamics,f two trajectories on this surface are displayed. These calculations in fig.
12-14, when completed, will be detailed in a separate publication.

For example, for RbKCl, I =500 amu A? and for L <500 #, .> 1-2 ps (7, is still long
compared to vibrational time). The symmetry in the angular distribution thus indicates
that 74 is longer than 1-2 ps for this class of reactions.

Real-time studies can now be made to obtain direct information on 7, and 74. If
we monitor the collision complex (e.g. HOCO?) in real time and study the loss of the
alignment then we will know 7, and, as discussed above, the time for he formation of
the products can be measured directly to give 74. This will give the different timescales
involved in the dynamics and allow one to examine the effect of limited impact parameter
(stereospecificity) on the statistical or non-statistical behaviour of the reaction. There
is a wealth of experiments to be performed in this direction to study the effect of available
energy, orientation etc. As with our attempt to investigate the alkali-metal age reactions
of MX in the femto age, we also plan to extend these types of experiments to the
bimolecular femto age.

4. Conclusions

In this paper we presented some theoretical descriptions relating to the role of alignment
and orientation in femtochemistry experiments. The experimental technique of fem-
tosecond transition-state spectroscopy (FTS) is described and some applications to
unimolecular, ‘oriented’ bimolecular, and ‘alkali-metal a;e‘ reactions are presented. We
did not detail other transition-state spectroscopies®*"*' or reaction rate measure-
ments,*>** but these were discussed in ref. (1).

A key feature here is that because of the time resolution and sensitivity one is able
to view the dynamics with a resolution that is sub-Angstrom.' With polarized fem-
tosecond pulses an additional dimension can now be explored, and this allows one to

t We are grateful to Prof. R. Bersohn for writing the program while visiting us at Caltech. The calculations
in this figure were made by Mr H. Levy to obtain the trajéctories, the j(f) values and the rotational distributions.
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probe both the coherent (alignment) and incoherent (population) parts of the dynamics,
as they evolve on the femtosecond timescale. The applications presented are just the
beginning and the future is very promising as we hope we and others will be able to
study many other reactions in their transition-states, the ‘during phase’ of the reaction,*
and obtain characteristics of the PES in real time.

This work was supported by a grant (no. 87-0071) from the AFOSR. It is a pleasure to
express my thanks to colleagues and members of my research group. In particular, the
discussions I had with Professor R. Bersohn and Mr S. Baskin on the alignment problem
and on eqn (6) and (19) were very illuminating. I also wish to thank M. Dantus, H.
Levy, C. Sipes, T. Rose and M. Rosker for helping with some of the figures and
calculations, and for stimulating discussions.
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Rotational Alignment of NO from Pt(111): Inelastic Scattering
and Molecular Desorption

Dennis C. Jacobs,*t Kurt W. Kolasinski, Robert J. Madix and Richard N. Zare
Department of Chemistry, Stanford University, Stanford, California 94305, U.S.A.

The rotational alignment distribution of NO has been measured subsequent
to the molecule’s interaction with a well characterized Pt(111) surface.
Internal state distributions have been probed using 1+ 1 resonance-enhanced
multiphoton ionization (REMPI) spectroscopy in which lines of the NO
A 2Z*-X 1 (0, 0) band constitute the resonant transition. NO/Pt(111) scat-
tering has been studied in two distinct regimes: inelastic scattering and
trapping/desorption. In both cases, there is relatively no preferential align-
ment of rotation for J <12.5. However, molecules with higher rotational
angular momentum show a marked increase in alignment. Inelastically
scattered molecules prefer to rotate in a plane normal to the surface (‘cart-
wheel’ motion), whereas desorbing molecules prefer to rotate in a plane
parallel to the surface (‘helicopter’ motion). These measurements provide
new insight into momentum transfer at surfaces and the nature of the
transition state which leads to molecular desorption.

Rotational dynamics at the gas-surface interface reveal unique information about the
molecule-surface potential. A molecule passing from the constrained two-dimensional
environment of a solid surface lattice into a three-dimensional vacuum has the potential
for exhibiting strong rotational polarization.

Here, we investigate the rotational alignment of NO after it interacts with a Pt(111)
surface. We examine experimentally two distinct dynamical regimes, inelastic scattering
and trapping/desorption. The first refers to a collision of short duration (one or a few
bounces) between the molecule and the surface. This scattering event leaves the molecule
with an energy distribution characteristic of both the molecule’s initial conditions and
the nature of the surface. The second involves a relatively long surface residence time
in which the molecule completely loses ‘memory’ of its initial conditions. In this latter
case, the desorbed molecule’s energy distribution is characterized solely by the conditions
of the surface and the molecule-surface potential.

There have been only two prior studies in which rotational alignment has been
measured for gas-surface scattering: NO/Ag(111)"~* and N,/Ag(111).*° These experi-
ments both probed the regime of direct inelastic scattering by impinging an energetic
supersonic molecular beam (10-90 kJ mol ™'} on a relatively cold Ag(111) surface. Kleyn
and co-workers'"> measured a preference for NO to scatter from Ag(111l) with its
rotational motion resembling that of a ‘cartwheel’ (fig. 1). This behaviour is reconciled
with a simple hard-cube model which permits forces only along the surface normal.
These forces deliver an anisotropic torque on the molecule, causing an observed prefer-
ence for cartwheel motion. Zare and co-workers*® found a similar result for No/Ag(111).
Additionally, they measured the rotational orientation resulting from surface scattering.
They observed a strong correlation between rotational orientation, rotational quantum
number and scattering exit angle.

Electric-field deflection techniques have probed surface scattering dynamics through
the observation/preparation of molecular orientation. Novakoski and McClelland’

t Present Address: Department of Chemistry, University of Notre Dame, Notre Dame, IN 46556, U.S.A.
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2 Rotational Alignment of NO from Pt(111)

(a) (b)

NE—= . |

Fig. 1. Rotational alignment relative to the surface plane The hehcopter motlon (a) is preferred
for AY'>0; the cartwheel motion (b) is favoured for A{Y <0.

measured a preferential molecular orientation for the desorption of CHF, from Ag(111),
i.e. CHF; tends to desorb with its hydrogen atom orientated toward the surface. Addi-
tionally, they found that scattering leaves the molecule with a weak orientation in the
opposite sense. More recently, Kuipers et al.® observed the scattenng angular distribution
of NO from Ag(111), where the incident NO was orientated in predominantly two
opposite directions relative to the surface. There appeared to be a greater loss in normal
translational energy when the oxygen atom, rather than the nitrogen atom, was directed
toward the surface.

The present study represents the first observation of rotational alignment in desorp-
tion. Additionally, it reports the rotational alignment of scattered NO in a previously
unexplored regime, one in which the molecule’s final rotational energy exceeds the
initial energy of the incident molecular beam. Here, surface vibration-rotational energy
transfer is the operative mechanism. The experiment utilizes 1+1 REMPI through the
NO A T*-X’[1 (0,0) band to measure rotational alignment distributions in a state-
specific manner. The quantitative reduction of 1+1 REMPI spectra to alignment
moments requires inclusion of both saturation in the resonant transition as well as
incorporation of the symmetry character of the ionization transition. We present a brief
summary of the methodology employed for the extraction of the quadrupole moment
of the rotational alignment distribution from 1+1 REMPI spectral intensities.

Experimental

The experiment utilizes an ultra-high vacuum (u.h.v.) scattering chamber, a tunable u.v.
laser source and a variety of support electronics, all of which are described in detail
elsewhere.’ A schematic diagram of the apparatus is shown in fig. 2. In short, the u.h.v.
chamber is equipped with a sample manipulator (to facilitate sample translation rotation,
surface heating and cooling), LEED and Auger surface diagnostics (to monitor surface
order and cleanliness), a pulsed molecular beam source, a port for entry of a laser beam
and ion time-of-flight tube. The main chamber is pumped by a 220 dm’s” |on pump,
a titanium sublimation pump, a liquid- mtrogen cryopanel and a 1500dm’s™" turbo-
molecular pump (base pressure 2x 107'° Torrt).

A differentially pumped invaginated source chamber houses the pulsed valve/skim-
mer assembly. The supersonic beam (50 psii neat expansion through a 0.1 mm nozzle
orifice) is collimated with a 0.3 mm skimmer so that the beam strikes only a 5 mm

11 Torr = 101 325/760 Pa,
11 psi=6.894 76 x 10’ Pa.
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turbomolecular g acceleration
pump skimmer T extruchon

]

@\

pulsed valve
molecular
beam doser
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Fig. 2. Experimental Apparatus. A differentially pumped pulsed valve doses the Pt(111) crystal.

Laser radiation is focussed 2 mm above the surface. Ions produced in the REMPI process are

accelerated through the time-of-flight tube and collected by the CEMA charged particle multiplier.

The crystal can be rotated in order to face LEED and Auger diagnostics. Not shown are Helmholtz

coils which cancel the earth’s magnetic field and leave a residual magnetic field in the direction
of the surface normal.

diameter region of the surface. The 10 cm nozzle-surface distance allows instantaneous
pulsed molecular beam fluxes as high as 10'" molecule cm™?s™'. The rotational tem-
perature of the neat beam is measured at 40 K and the beam translanonal energy is
estimated to be 9kJ mol "' A 330dm’s™' turbomomecular pump establishes a base
pressure of 1x 1078 Torr in the source chamber.

The generation of tunable ultraviolet laser radiation relies on a commercnal 10 Hz
Quantel Nd:YAG system. The output of the dye laser (0.08cm™’ bandwidth) is
frequency-doubled and Raman shifted (second order anti-Stokes) in H,. This system
creates 6 ns pulses at 224 nm with ca. 200 1 J per pulse. A portion of the resulting laser
beam is loosely focussed into the chamber (10 mJ cm™? fluence). The direction of linear
polarization is selected, on a shot-to-shot basis, by a photoelastic modulator (PEM)
interfaced to a DEC PDP 11/23 computer. The energy of each laser pulse is measured
by a pyroelectric detector and stored in the computer.

The laser light runs parallel to and passes 2 mm above the surface. A fraction of
the molecules leaving the surface pass through the laser interaction region and become
ionized by the laser radiation via the REMPI process. The resulting ions are accelerated
through a time-of-flight tube and collected by a charged particle multiplier (CEMA

e e e —————
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4 Rotational Alignment of NO from Pt(111)

multichannel plates). The ion signal is digitized by a CAMAC charge-sensitive gated
integrator and passed to the computer for storage.

Owing to the *[T symmetry of the NO ground state, stray magnetic fields can scramble
the rotational alignment of the product distribution during the molecule’s 1 us flight
time from the surface 1o the laser ionization region. In order to minimize stray magnetic
fields,"' Helmholtz coils are installed around the exterior of the main chamber. The
regulated currents flowing through these coils are adjusted so that a small field, pointing
along the surface normal, remains in the ionization region.t In addition, the filament
current used to heat the surface is turned off for 10 ms during the laser pulse.

The dynamical regimes of direct inelastic scattering and trapping/desorption are
differentiated according to their characteristic surface residence times. The residence
time for direct inelastic scattering is infinitesimal on the microsecond timescale of the
molecular-beam pulse. However, the trapped state will exhibit a half-life on the surface
which is inversely proportional to the desorption rate constant. For our temperature
regime, the half-life is estimated to be 2-2000 ms. Synchronizing the laser to fire during
the nozzle pulse discriminates in favour of those molecules which have inelastically
scattered. Conversely, firing the laser 200 us after the 90 us nozzle pulse precludes
inelastic scattering contributions and permits only detection of those molecules which
have trapped and subsequently desorbed. The surface coverage at which these experi-
ments are performed is less than 3% of a monolayer.

Analysis

The accurate analysis of 1+1 REMPI spectra of NO through the A°Z"-X *II (0, 0)
band requires characterization of both the extent of saturation in the resonant step as
well as the M,.dependence of the ionization step. There are two stages in which the
1+1 REMPI data are treated. First, the data are power-normalized to account for
variations in the laser power arising from shot-to-shot fluctuations and changes in the
laser gain across the dye curve. In real time, the computer corrects the ion signal for
variations in the laser energy through a least-squares fitting routine described elsewhere.'?
Secondly, the normalized data are reduced to population and alignment distributions
while considering saturation of the resonant step and variations in the ionization
probability with M, (the projection of J on the laser polarization direction).”?

Our findings indicate that for our required sensitivity range, partial saturation is
unavoidable. Complete saturation, however, eliminates all chances of measuring rota-
tional alignment. Therefore we choose to work in a regime of moderately weak saturation
and take great care in the reduction of population and alignment moments to remove
the detrimental effects of saturation.

The second photon absorbed in a 1+ 1 REMPI scheme excites a continuum transition
in the molecule. The dipole moment of ths transition points in some direction relative
to the internuclear axis. The limiting direction of the transition dipole moment is either
parallel or perpendicular to the internuclear axis. The projection of the dipole transition
moment onto the internuclear axis directly determines the M,-dependent transition
probability for the ionization step. This is required because different branch excitations
in the resonant step create different alignment distributions in the intermediate level.
The probability for ionization from the intermediate level is a function of both the
intermediate-state alignment created by resonant excitation and the fraction of parallel
versus perpendicular character in the ionization transition.

Fortunately, rotational populations extracted from different branch excitations reveal
redundant information. Additionally, different branches saturate at different laser power

t A magnetic field along the cylindrical symmetry axis will not affect the observed alignment. Instead, it
will ensure that stray transient fields will be insufficient to alter the net field direction.
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levels because of variations in the rotational line strength with branch excitation.
Calibration spectra of NO in a room-temperature bulb are utilized to determine both
the extent of saturation and the M,-dependent ionization probability in the 1+1 REMPI
process. This information is then used to analyse nascent distributions arising from NO
molecules which have scattered and desorbed from the Pt(111) surface.

The experimentally measured M,-dependent ionization probability is shown in fig.
3,' which reveals a relatively slight variation in the ionization transition probability
with the quantum number, M,. This has the consequence of limiting the amount of
rotational alignment information which can be extracted from 1+1 REMPI of NO.
Rotational alignment is conveniently described by the even moments of the rotational
angular distribution. In the case of cylindrical symmetry, 1+1 REMPI through the NO
A-X(0, 0) band will only be sensitive to the population and the quadrupole moment,
A" Because of the ionization dynamics, the A{’moment cannot be extracted with
any sensitivity. The value of the quadrupole moment ranges from +2 to —1,'> where
these limits correspond to the molecule rotating in a plane parallel to the surface
(*helicopter’ motion) or in a plane perpendicular to the surface (‘cartwheel’ motion),
respectively (see fig. 1). A quadrupole moment of zero suggests no preferential alignment
of rotation, ie., an isotropic distribution. .

Extraction of the population and quadrupole alignment moments requires that the
ion signal be recorded for only two independent planes of linearly polarized light. In
the laboratory, we record spectra under conditions where the polarization direction of
the laser is either parallel or perpendicular to the surface normal. This is performed by

experimental

K\:(M,)

ab initio calculation

~-J 0 +J
M,
Fig. 3. The M,-dependence of the ionization step in 1+ 1 REMPI of NO through the A 2Z*-X (1
(0, 0) band. The solid curve and shaded region represent the best fit and corresponding uncertainty

in the experimental measurement.'> The vertical ligea are calculated theoretically by ab initio
methods.
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6 Rotational Alignment of NO from Pt(111)

alternating the polarization between these two directions throughout an entire wavelength
scan. For a given rotational transition out of a rotational state J, we identify I; and I,
as the integrated ion intensities for which the laser polarization was parallel or perpen-
dicular to the surface normal (the cylindrical symmetry axis), respectively. The quad-
rupole alignment moment A{?’(J) is related to these measured intensities by

AL - 1.} E. Foul koi(M;), kix(M,), 1A1]

M
JT+1)

where M, is the quantum number representing the projection of J on the cylindrical
symmetry axis, ko,(M,) is the M,-dependent transition probability for the resonant
photon step, k,,(M,) is the M,-dependent transition probability for the ionization step,
IAt is the measured laser fluence and F,,, is a function which calculates the overall
141 REMPI ionization probability while including the effects of saturation and inter-
mediate-state alignment. The analytical form of F,,,, as well as ko, (M,) and k;(M,),
have been worked out previously.''

APJ) = (1

{h+20.} (3 1) Fudko(M,), kiA(M,), 1A1]

M;

Resuits
Inelastic Scattering

The dynamical regime of inelastic scattering is selectively explored by firing the laser
synchronously with the rising edge of the nozzle gas pulse.t A typical spectrum of NO
scattered at normal incidence from a 400 K Pt(111) surface is shown in fig. 4. This

12001

900+

600

counts per shot

3001

0/
224.250 224.737 225.224 226.711 226.198

wavelength/nm

Fig. 4. Spectrum of NO scattering from a Pt(111) surface at 400 K. The inset provides an expanded
view of the high-J region. The rotational transitions of the resonant excitation step are assigned.

t Normal incidence/normal detection prohibits angular discrimination against the incident molecular
beam. Temporsl discrimination is also impossible because of the slow falling edge on the molecular-beam
pulse relative to the flight time of the molecules (0.5 mm us™'). However, owing to the low rotational
temperature of the beam, intesference from the beam will affect only the states J <7.5.
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portion of the spectrum contains predominantly branches originating from the ’I1,,,
ground spin-orbit state. A section of the figure is expanded to illustrate the high
signal-to-background ratio that is routinely realized with 1+1 REMPIL.

The spectra, recorded at orthogonal laser polarizations, are reduced to population
and alignment distributions. The population distributions show considerable rotational
excitation and are reported elsewhere.’ Fig. 5 shows the quadrupole alignment moment
for the scattered molecules versus their rotational quantum number J. For J <12.5 there
is no appreciable alignment. Of course, interference by the incident beam will dilute
the amount of observable alignment in this region. Beyond J =12.5 there is a steady
rise in the rotational alignment until it peaks near J =25.5. The maximum alignment
observed corresponds to a quadrupole moment of ~0.5. Recall that AS’ has a limiting
value of —1, which occurs when all the molecules rotate with a cartwheel-type motion.
For J > 25.5, the alignment appears to decrease slightly.

For clarity, fig. 5 includes only the quadrupole moment values measured for the
’[1,,2(A") state. Here, the A” notation refers to the symmetry of the ground-state
A-doublet.” Measurement of the rotational alignment in the A’ state of the *u,,, level
is difficult because of congestion in one branch and branch-mixing in the other. However,
the two A-doublets of opposite symmetry in the °Il;,, state exhibit similar rotational
alignment distributions.

Trapping/desorption

The desorption regime is isolated by firing the laser 200 us after the completion of the
nozzle pulse,t thus eliminating contributions from inelastic scattering channels. The
Pt(111) sample is held at 553 K, while the molecular beam delivers pulses of NO to the
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Fig. 8. Quadrupole moment alignment distribution as a function of the rotational quantum number
J plotted for the case of inelastic scattering of NO from Pt(111) at 400 K.

t The nozzle pulse is characterized by a fast rising edge and a relatively slow tailing edge. Care is taken
to ensure that the laser fires well after the visible tail of the pulse.
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Fig. 6. Quadrupole moment alignment distribution for NO desorption plotted against rotational
quantum number J. The Pt(111) surface temperature is 553 K. O, R,; branch member; @, Q, + P,,
branch member.

surface at 10 Hz. Because of the low signal intensity in this operating regime, accurate
alignment moments cannot be extracted during the course of a wavelength scan. There-
fore, the laser is tuned to a specific rotational transition and ions are collected for
1000-10 000 laser shots at alternating laser polarization directions. The measured
intensities are analysed using eqn. (1).

Fig. 6 shows the quadrupole moment, A§’(J), as calculated from two different
rotational branches of the same ’[1,,, A-doublet state.'’ There is little to no rotational
alignment for J <12.5, while higher rotational levels show increasing values of the
quadrupole moment. A positive quadrupole moment indicates a preference for rotational
motion similar to that of a helicopter (see fig. 1). As in the case of direct inelastic
scattering, the A-doublet states in both spin-orbit levels exhibit similar degrees of
alignment.

Discussion

The technique of 1+1 REMPI spectroscopy successfully probed rotational alignment
in NO, subsequent to its interaction with a Pt(111) surface. The extraction of alignment
information from 1+ 1 REMPI spectra requires a methodology which incorporates the
effects of saturation in the resonant step and intermediate state alignment in the ionization
step. As a check, the quadrupole moment was reduced from the polarization dependence
of both R,, and Q,+P,, branch members. While the polarization ratios of these two
branches show opposite preferences, they reduce to the same values of the quadrupole
moment for each rotational level J.

These experiments cover new ground in the field of gas-surface dynamics. They
represent the first observation of rotational alignment in molecular desorption. Addi-
tionally, this marks the first study of inelastic scattering in which rotational levels up
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to three times more energetic than the incident-beam energy are examined in a state-
selective manner. Although significant surface to rotational energy transfer is responsible
for populating states with rotational energy exceeding the beam energy, rotational
alignment is created in these states and is preserved in the final distribution. The
observation of opposite preferences for rotational alignment in desorption and inelastic
scattering further exemplifies the interesting dynamics at work in this chemical system.

Both inelastic scattering and trapping/desorption regimes yield little rotational
alignment for the levels, J <12.5, while higher rotational levels show a monotonic
increase in the magnitude of the quadrupole moment. For the case of desorption the
alignment distribution implies a preference for helicopter motion. In contrast, the
inelastic scattering process produces an alignment distribution which is indicative of
cartwheel motion. Although both types of gas-surface interactions involve the same
molecule-surface potential, their dynamics differ because of the way the molecule enters
and exits the potential well. The following interpretations are supported by classical
trajectory calculations which were performed to simulate the dynamics of the NO/Pt(111)
interaction.'®

In the case of inelastic scattering, the quadrupole moment shows a similar preference
toward cartwheel motion as that seen for the scattering of NO'* and N,** from Ag(111).
The preference for cartwheel motion in inelastic scattering arises from the predominantly
out-of-plane forces that the molecule experiences during the impulsive surface collision.
These forces torque the molecule such that it rotates in a plane normal to the surface.
For NO/Pt(111), the observed quadrupole moment peaks at a value of —0.5.

There are four possible reasons why the quadrupole moment might not reach its
limiting value of —1. First, corrugation in the surface potential introduces tangential
forces that are not present on a flat surface. Hence, on a corrugated surface the molecule
can receive torques which induce rotational motion in a plane other than the pure
cartwheel limit predicted for a flat surface. Secondly, multiple bounces on the surface
will scramble alignment, as demonstrated by the trajectory model presented elsewhere.'®
This effect potentially differentiates direct inelastic scattering from indirect inelastic
scattering. Thirdly, the low populations in the highest rotational levels are susceptible
to a weak but non-negligible contribution from trapping/desorption. This contribution
would most likely have the opposite sense of alignment (as seen in the desorption results
reported here) and thus affect the observed alignment more dramatically. Fourthly,
breaking cylindrical symmetry in the system introduces new non-vanishing moments to
the measured alignment distribution. The consequence of this effect is that measurement
is made of the ‘apparent’ quadrupole moment rather than the true quadrupole moment."’
However, we believe that deviations from cylindrical symmetry are minimal for this
system.

The quadrupole moment distribution measured for the case of molecular desorption
is quite surprising. For rotational states with J > 12.5 a positive quadrupole moment is
observed. The maximum measured quadrupole moment (+0.15) implies that 1.2-1.5t
times as many molecules desorb with their plane of rotation resembling that of a
helicopter as those resembling a cartwheel motion. The observed alignment cannot be
reconciled with the simple picture of a direct transition from the known low-temperature
equilibrium position (NO bound normal to the surface) to the gas-phase free rotor
without the existence of an intermediate state occupied immediately prior to desorption.
Our measurements are sensitive to the last few interactions the molecule makes with
the surface before desorbing, i.e. the nature of the molecule-surface potential near the

+ The limiting values of this range assume that the rotational alignment distribution is best described by
cither an ellipsoid or a function which contains a linear combination of cos? 8 and sin? 6, respectively. The
trajectory calculations suggest that the latter function provides a more accurate description of the distribution.
In any case, these two functional forms probably represent the limiting cases for the alignment distribution.
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10 Rotational Alignment of NO from Pt(111)

transition state. Rotation in the plane of the surface is less hindered than rotation in a
plane normal to the surface because the former motion never forces the repulsive O
end of the molecule closer to the surface than the attractive N end. This implies that
there exists a higher density of rotational states associated with helicopter motion on
the surface than those associated with a cartwheel motion. Thermal population of these
surface hindered-rotor states'® followed by cleavage of the molecule-surface bond will
leave the desorbed molecule with a preference toward helicopter motion (fig. 7).

The observed rotational alignment distribution for molecular desorption is not
inconsistent with the NO/Pt(111) measurements of Ertl and co-workers'® and Mantell
et al*® The first group measured no detectable change in the populations extracted from
Q-branch excitations relative to those of P and R branches.'”” This is a relatively
insensitive measure of rotational alignment and the magnitude of their error bars
precludes a quantitative determination of the quadrupole moment. Additionally, the
maximum rotational quantum state which they were able to observe was J =23.5. The
latter study of Mantell et al. imposed the following limit on the quadrupole moment:
AP(J)<10.1] for J=4.5 and J =12.5° This agrees well with our reported value of
AP(J)=0.0+0.04 for these two quantum levels. Additionally, the experiments of
Mantell et al.*® were performed at a much higher coverage and lower temperature than
those reported here. At higher coverages, lateral interactions become important and
these may inhibit rotational motion in the plane parallel to the surface.

TITTTTPTT7I77777777777

Fig. 7. Proposed mechanism for desorption. Frame 1 shows the low-temperature equilibrium

geometry for NO on Pt(111). Rotation on the surface is less hindered in the plane paraliel to the

surface. Frames 2 and 3 show a rotationally excited species on the surface. Cleavage of the

chemisorption bond (frame 4) leads to a preference for ‘helicopter® motion in the escaping NO
molecule.
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In conclusion, the ability to make quantitative measurements of the polarization
dependence of 1 + REMPI allows us to determine rotational alignment. Such rotational
alignment measurements provide new insight into the highly anisotropic processes of
inelastic scattering and trapping/desorption of molecules on surfaces.

This work was supported by the Office of Naval Research (N000014-87-K-00265). We
acknowledge Stacey F. Shane for helpful discussions.
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Steric Effects in Scattering and Adsorption of NO at Ag(111)

A. W. Kleyn*, E. W. Kuipers and M. G. Tenner
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The Netherlands
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The Netherlands

Scattering experiments have been performed using orientated beams of NO
molecules in the I1,,,-electronic ground state and J =M, =4, In direct
inelastic scattering we observe that with the O-end of the molecule preferen-
tially orientated towards the surface, the angular distribution shifts away
from the specular direction towards the surface. In the experiments on
trapping/desorption it appears that trapping is enhanced for the O-end
towards the surface. Both results can be interpreted in terms of larger
rotational excitation of the molecule with the O-end down than in case of
the N-end down. Since the rotational excitation will mainly occur at the
expense of the normal component of the incident velocity, this can easily
explain the experimental results. This is confirmed using classical trajectory
calculations. The interaction becween NO and Ag(111) seems therefore to
be governed by the anisotropy of the repulsive interaction, which is stronger
for the O-end region.

Molecules tend to be adsorbed on a surface with preferential orientations. For example,
simple diatomic molecules like CO and NO are bound at several crystal surfaces with
the molecular axis orientated more or less perpeneicular to the surface."” In these
studies the preferential orientation of NO and CO are such that the molecules are bound
to the surface by, respectively, the N-atom end or the C-atom end. In addition, for e.g.
CO on Ni(110) the perpendicular orientation is known to be quite well defined.’

The fact that the molecules when adsorbed exhibit a preferred orientation with
respect to the surface, does not necessarily imply that the dynamics of gas-surface
interactions are governed by the initial molecular orientation in the gas phase. For
example, at very low velocities during its approach to the surface the moiecule might
be able to achieve its optimum orientation adiabatically. Also the approach to the
orientated chemisorption state on the surface might be preceded by trapping into a
precursor state, a process which may not show significant orientational preference. The
dependence of the scattering dynamics on molecular orientation can also be degraded
due to0 e.g. surface structure and surface vibrations.

In recent years, however, there have been experimental studies that suggest the
possibility of orientational or steric effects in gas-surface scattering.*’ For example
promises for the presence of such effects come from the observations of rotational
excitation in direct inelastic scattering of notably NO from Ag(111), e.g. see ref. (4),
{7)-(10) and references cited therein. Theoretical analysis of NO scattering from Ag(111)
indicates that the rotational excitation can be induced by the anisotropy of the repulsive
wall of the molecule surface interaction potential.''"'® Namely, the dominant feature
of rotational excitation for NO scattering from Ag(111) is the occurrence of rotational
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2 Steric Effects in Scattering and Absorption

rainbows, which are signatures of the maximal rotational excitation in the system and
thus related directly to the form of the interaction.''"'® A careful analysis of the rotational
excitation spectra led Voges and Schinke to the conclusion that in fact two rotational
rainbows occur, meaning that there are two orientations of the molecule for which the
rotational excitation is extremal.'” This in turn implies that the two ends of the molecule
interact differently with the surface. From these theoretical studies it could not be
established which end of the molecul~ yields, when scattered, the largest rotational
excitation. Also other studies give indications for the importance of steric effects, but
until now no direct experimental proof was available. The present experiments on
collisions of orientated NO from Ag(111) demonstrate the occurrence of a steric effect
in the direct inelastic scattering, as detected in the angular distribution of scattered
particles.!”'®

Even when indirect inelastic scattering steric effects occur this does not mean that
also for trapping steric effects will be prominent. A direct experimental determination
is required. At translational energies around 100 meV ca. 40% of the NO molecules
have been observed to be trapped on Ag(111)."” Because of its low binding energy, the
molecule will desorb after having fully accommodated to the surface, but instantaneously
on the time resolution of the experiment (ca. 10~%s). Desorbed molecules therefore can
be detected outside the angular domain of direct inelastic scattering and in this way
one can obtain trapping probabilities from a scattering experiment.'” Although the
adsorption geometry of this system is not known, from analogy with other systems, we
infer that the NO will be adsorbed also in an upright position with the N-end pointing
towards the surface. We orientate the NO in the molecular beam just before it collides
with the Ag(111) crystal and measure the relative difference in the intensity of the
trapping-desorption scattering as function of the molecular orientation.” The results
give us directly the more favourable end of the molecule for trapping at the surface.
The results can be interpreted in terms of classical trajectory calculations.”’

In a beautiful set of experiments Zare and co-workers have observed alignment and
orientation of N, after direct inelastic scattering from Ag(111).% In this case the word
orientation is used in a slightly different sense, namely that the average final angular
momentum J for a given |J| shows a preferential orientation in space; in other words,
all molecules are spinning in the same direction. Clearly these experiments show
evidence for a strong dependence of the gas-surface interaction on the initial direction
of the molecular axis, but this is measured in the final state and not by selecting an
initial state as is done in the experiments to be discussed here. In addition, these
experiments show evidence for a kind of microcorrugation that couples to rotation via
:he parallel velocity. In the present system NO on Ag(111) corrugation is mostly
neglected, which is not entirely correct.”’ Alignment means that J shows a preferred
direction but that the sign of J is both positive and negative with equal probability.
Alignment has also been observed for NO scattered from Ag(11) and is interpreted as
evidence for the relative flatness of the surface.”

For the desorption of CHF; from Ag(111) the experimental observation of an
orientational effect has been claimed by Novakoski and McClelland.® CHF, is believed
to be more likely to desorb with the fluorine end directly pointing away from the surface.
They concluded out of their measurements, that most probably the H-end will be more
attracted by the surface, than the F;-end.

Experimental

A detailed description of the experimental set-u.P will be given elsewhere; a schematic
diagram of the apparatus is shown in fig. 1.'** In brief, we use a pulsed supersonic
molecular beam of a mixture of NO seeded in a mixture of He and Ne to prevent
dimerisation in the expansion and to control the incident translational energy. Because
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chopper

pulsed valve surface

orientation rod

hexapole

Fig. 1. Schematic diagram of the experimental arrangement.

of the low rotational temperatures (4 K) in these beams nearly all molecules will be in
the lowest rotational level of the II,,, electronic ground state of NO. At electric fields
strong enough for A-decoupling (E >12kV cm™') the orbital motion of the unpaired
electron spin induces an essentially linear Stark eftect for all M, components of the
J =3 rotational ground state.”® Owing to this Stark effect the electric hexapole focusing
technique can be used to produce a beam of state-selected and oriented NO molecules
in an electric guiding field normal to the Ag(111)-surface.”®* The guiding field is
generated by placing a 3 mm diameter rod, at a high d.c. voltage, parallel to the face
of the grounded crystal. The probability distribution of the specific orientation yg of
the molecular axis, pointing from O to N, with respect to the electric field direction E
can be calculated for molecules in the ’I1,,,(J =31, Q =3, M, =}) state selected and is
given by the expression W(cos yg) =0.5+0.5 cos ye.*” A polar plot of this distribution
is shown in fig. 2. From this diagram it can be seen that by choosing a positive rod
voltage the N-end of the molecule can be preferentially aimed at the surface. A negative

180
150

120

90

30
0

Fig. 2. Polar plot of the probability distribution for the angle y. between the molecular axis of
NOf’M,,(J =4, =), M, =1] with respect to an external electrostatic field high enough for
A-decoupling (E >12kVem™).
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4 Steric Effects in Scattering and Absorption

rod voltage causes an orientational distribution with mostly the O-end towards the
surface.

The scattered molecules are detected with a quadrupole mass spectrometer. The
crystal was mounted on a goniometer and the mass spectrometer was turned around
the crystal. In this way both the detection angle @, as well as the angle of incidence
8,, both measured with respect to the surface normal, can be varied.

Direct Inelastic Scattering

We have measured, for negative, zero and positive rod voltages, the relative intensity
of the in-plane reflected molecules as a function of O at an incident translational energy,
E; =200 meV, at an angle of incidence ©; = 37° and at a surface temperature, T, =600 K.
In-plane scattering was chosen because it probes essentially only those molecules that
are reflected directly from the crystal and have not been desorbed after trapping.'®?*
In fig. 3 we plot [1.(0) — Iy(0)]/ Io(O¢) and [I_(O) — I,(0;)]/ I,(O¢) as a function of
O;. Here I.(0y) is the scattered intensity measured at @; with a positive rod voltage
(thus with the N-end preferentially pointing towards the surface before the collision).
For I_(©¢) and I4(O;), respectively, the rod voltage was negative (with the O-end
preferentially towards the surface) and zero (random orientation). Note, that from
W(cos ye) =0.5+0.5 cos y: one expects, as confirmed by the data collected in our
experiment, that the plotted ratios are exactly symmetric to one another. From this
figure we see that the rod voltage influences the direct scattering of NO from Ag(111).
For small scattering angles one observes I(0®) <Iy(0;)<I,(0), whereas for large
scattering angles the reverse is seen. This means that for the ‘N-end collision’, the
preferred scattering angle is smaller while for the ‘O-end collision’ it is larger than for
a ‘random orientation collision’. Assuming the angular distribution for direct inelastic

0.2
N-end to surface
T 0.0 -
Q-end to surface
'0-2 T 1 T 1 T
0 30 60 90
8./°

Fig. 3. Results of the measurements of NO [*I1,,,(J =§, @ =4, M, =1)] direct scattering from an
Ag(111) surface without guiding field and with an electric guiding field of 15kV em™' for ©, = 35°,
E;=200meV and T,=600 K. In the figure is plotted the relative change between the intensity
scattered under the reflection angle 8, with an electric guiding field, /,,.(6;), and without an
electric guiding field, I,(6,). The squares are the measurements done with negative rod voltage,
E pointing towards the surface, and the triangles are the measurements for a positive rod voltage,
E pointing away from the surface. The line through the points are drawn to guide the eye.
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scattering for ‘random orientation’ can be parameterized by I,(0,) = cos'® (6,—0,;—
5°),>?? we obtain the angular distributions for positive and negative rod voltages (fig.
4). These angular distributions have been calculated by increasing or decreasing Io(®y)
by the percentages shown in fig. 3. The shift between the angular distributions can be
explained in the following way.

Near-specular scattering indicates that the surface used in our experiments is almost
flat and structureless.>?* Indeed, in many theoretical studies of this system a flat surface
is assumed."""'® Thus, the component of the molecular momentum parallel to the surface
is expected to remain practically unchanged by the collision. This means that rotational
excitation can only occur at the expense of the normal component of the incident
momentum. The resulting loss of this normal momentum component implies an inclina-
tion of ©; towards the surface. Such an increase in inclination as a function of the final
rotational state has been measured for NO-Ag(111) with state-specific detection.*®
Numerical scattering calculations on highly anisotropic interaction potentials couid
essentially reproduce the rotational excitation spectra observed.'>'°*® The highest
rotational excitation or lowest rotational rainbow was found to occur for an incoming
orientation of the molecular axis of about 45°,'* and the most anisotropic end of the
molecule pointed towards the surface.”® Combining the information from these theoreti-
cal studies and the present experiments, we conclude that the more anisotropic end of
NO is the O-end. Conversely, the rotational excitation with the same 45° orientation,
but with the other end in front, was calculated to be much less. This is in complete
agreement with our results shown in fig. 4 and tells us that the N-end is the least
anisotropic. Very recent calculations by Holloway and Halsteas. using propagation of
semiclassical wavepackets on the potential by Voges and Schinke confirm that the
rotational excitation will be different for NO beams orientated with their N-end preferen-
tially towards the surface from those pointing with their O-end preferentially towards
the surface.’’ Although more complex models including energy transfer to phonons
and a structured surface may change the detailed shape of the angular distributions, we
believe that the physical picture presented here will remain unchanged.

XXX XXX XXX XXX

Fig.4. Angular distributions, 1,.(8;) and 1(8y), for direct scattering of NO from Ag(111) presented

in a polar plot for positive and negative rod voltage, i.e. for two different orientation distributions

of the NO molecular axis with respect to the Ag(111) surface (8, =235°, E; =200 meV, T, =600 K).

The angular distributions, L,(8,) and I1_(8,), are deduced as described in the text. The dotted

arrow gives the direction for specular scattering. Note, that although the angular shifts might

seem small, it is quite a noticeable effect in the energy loss. Moreover since the preferential
orientation of the incoming molecular is not very large.

A e e

a8



v

6 Steric Effects in Scattering and Absorption
Trapping Desorption

In the experiments on trapping followed by desorption the total reflection angle,
6,=180°-8,—8,, was fixed to 160° to be sure that only molecules scattered via
trapping-desorption scattering are detected.'®?* The angle of incidence ®; has been
varied between 30 and 80° with respect to the surface normal. The incident energy E;
was 100 meV. The surface temperature was held constant at 600 K, to keep the residence
time of the NO molecule at the surface negligibly small on an experimental time
resolution (>10 us).”> We record the intensity of the scattered molecules in the desorp-
tion channel for the two opposite incident orientational distributions alternatively. In
fig. 5 we show the relative difference R between the trapped — desorbed intensity for an
incoming molecular beam with preferentially the O-end in front and the one for the
N-end in front, divided by the trapped — desorbed intensity for an unorientated beam,
as a function of E,, as before E,=E; cos’ ©; stands for the energy associated with the
perpendicular velocity component. The intensity for the preferentially orientated
molecules with the O-end towards the surface is larger causing a positive R. From this
we conclude the molecules in this orientation have a larger trapping probability. In
addition, R increases with increasing E, also.

These experimental results are very surprising. Intuitively one might think that
molecules with the stronger bonding end will be trapped more easily. Their larger
potential wells enhance the energy transfer from translation to other degrees of freedom.
This idea is supported by classical trajectory calculations by Muhlhausen et al*
However, the experiments show the opposite. A possibility to explain our results may
be found in the orientational dependence of energy transfer from translation to rotation.
This dependence has been calculated by Voges and Schinke and shows a strong
anisotropy in the repulsive part of the interacting potential.'> The molecules preferen-
tially oriented with the O-end in front gain more rotation. The rotational excitation will
be gained at the expense of the translational energy, as we deduced from the studies

0.100
®
0.075 .
®
x  0.050 4 ¢
b oo b
0.025 - §§
0.000 — T —
0 25 50 75 100

E, cos’ ©,/meV

Fig. 5. The relative difference R, defined as the difference of the trapping desorption intensity

for an incoming beam of NO molecules in the (J,Q, M) =(},4,1) state with preferentially the

O-end and with preferentially the N-end pointing towards the surface divided by the trapping-

desorption signal from an unorientated molecular beam is plotted as a function of E,. For the

experimental points (0) E,= E? cos’ 8, with E; =100 meV. The filled dots give the resuits of
classical trajectory calculations.
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on direct inelastic scattering. Therefore, the higher excited molecules will possess less
translational energy and may more easily get trapped. The present experiments suggest

" the same process of a strong orientational dependence of converting translational energy

in rotational excitation in the impulsive molecule surface collision to explain the steric
effect, on the trapping probability. This is substantiated in the following section. From
the experiments we can clearly conclude that the trapping probability of NO on Ag(111)
is larger for the orientation with the O-end pointing towards the sutface than with the
N-end pointing towards the surface.

Trajectory Study of Trapping

Trapping is due to the effect that molecules can transfer enough energy from translation
into other degrees of freedom so they can no longer escape the potential well in front
of the surface. For a weakly mteractmg system it has been established that the ﬁrst
collision with the surface is essential in determmmg whether or not trapping occurs.'
This suggests that if sufficient energy is transferred to internal excitation of either
molecule or lattice it is unlikely that this energy is converted again into ‘normal’
translational energy in a subsequent encounter with the repulsive wall of the surface.
Using this assumption, simple classical trajectory calculations can reveal the essential
physics of the trapping process. In the system under consideration, NO on Ag(111),
two channels for transfer of translational energy are available, rotational excitation and
substrate (phonon) excitation. One can imagine two limiting cases: the first occurs when
the binding energy is small, the surface rigid and the repulsive part of the potential
anisotropic, the energy transfer from translation to rotation will be the cause of trapping.
The second occurs when the binding energy is large and strongly dependent on the
molecular orientation and the surface non-rigid, the orientation dependent acceleration
and subsequent phonon excitation will determine the trapping probability. A potential
of the first case is assumed by Voges and Schinke."’ The latter has been elucndated by
Muhlhausen et al. in a classical trajectory study of the NO/Ag(111) interaction.*

The onentatlon dependent trapping probability is computed by classical trajectory
calculations®' using the cube model** and the model potential of Voges and Schinke."
A surface cube mass of 240 amu was taken. Since the molecule surface interaction
potential is assumed to be perfectly flat, only the normal components play a role in the
calculations. The calculated overall trapping probability for an unorientated NO beam
is in good agreement with the experimental results.'” Fig. 6 shows the results as a
function of y, where v is defined as the angle between the molecular axis, pointing from
O to N, and the surface normal. Thus y = y¢ for positive rod voltage and y = —yg for
negative rod voltage (ie. the N-end in front). According to these calculations there
should be a steric effect in the adsorption. However, in the case of the most attractive
incoming orientation (y = 90°) the adsorption probability is almost the lowest which is
in contrast to the result obtanned by the calculations of Muhlhausen et al,*® but supports
the experimental observation.”® The reason for this is that the anisotropy in the repulsion
has a much stronger steric effect in the rotational excitation and ‘anticorrelated’ with it
is a steric effect in the phonon excitation. The ‘anticorrelation’ is not perfect and in
our case the amsotropy in the rotational excitation over-rules the anisotropy in the
phonon excitation.?' In this way orientations leading to the largest rotational excitation
will also have the largest energy transfer from translation to both rotation and phonons,
and this results in the highest adsorption probability. In case of the present potential
the orientations feeling stronger attraction are only marginally more accelerated towards
the surface. Therefore the effect of the anisotropy in attraction is not visible. The
anisotropy in the attraction of the potential used by Muhlhausen ef al.*’ is much larger
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Fig. 6. The calculated trapping p.robability of NO with E, =200 meV on a 600 K Ag(111) surface
as a function of the incoming molecular orientation, v.

than the one we used. These authors find that the most attractive orientation adsorbs
the best. However, their anisotropy is most probably exaggerated since it is based on
a binding energy, that is much too strong. The present results are reminiscent of
rotationally mediated selective adsorption.” The change in measured desorption flux
for the two different preferential orientations in the experiment agrees surprisingly well
with the results obtained from the classical trajectory calculations as shown in fig. 5.

Conclusions

We have observed that the angular distribution of NO directly scattered from Ag(111)
depends on the initial orientation of the molecular axis. We attribute this to the different
rotational excitation for the two ends of the molecule. In addition, we have observed
that the trapping probability is larger in case the O-end of the molecule approaches the
surface. From molecular-dynamics calculations, using the anisotropic interaction poten-
tial of Voges and Schinke,'’ together with the cube model®® we can conclude that
rotational excitation, phonon excitation and the trapping probability are dependent on
the initia) molecular orientation. The dependence on the initial molecular orientation
of the rotational excitation is determined by the anisotropy in the repulsive part of the
potential.

Steric effects have been found to govern the mechanism of purely gas-phase reac-
tions.>*** In the present study a first experimental proof is given, that effects of molecular
orientation also play an important role in gas-surface collisions. - Orientated molecule
scattering from surfaces offers a way for future determinations of molecule surface
anisotropic potentials.’’

This work is part of the research program of the Stichting voor Fundamenteel Onderzoek
der Materie (Foundation for Fundamental Research of Matter) and was made possible
by financial support from the Nederlandse Organisatie voor Wetenschappelijk Onder-
zoek (Dutch Organization for Advancement of Research).
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Application of Translational Spectroscopy to the Study of Reac-
tive Collisions of Molecules with Surfaces

Kenneth J. Snowdon

Fachbereich Physik, Universitdt Osnabriick, D-4500 Osnabriick,
Federal Republic of Germany

The techniques of translational spectroscopy and glancing-incidence
molecular ion beam-surface scattering have been combined to study reactive
collisions of molecules with surfaces. A clear correlation between the results
and known adsorption and reaction behaviour at thermal energies has been
established. The similarity between the collision and molecular vibration
times permits the identification and investigation of reaction intermediates
which may not be detectable by conventional spectroscopies. The technique,
which can in principle also measure the molecular orientation to the surface
during scattering, should provide valuable insights into the dynamics of
adsorption and reaction, both molecular and dissociative, on surfaces. -
Explicit results for the interaction of N, with Ni(110) and (111}, O, with
Ag(111) and Ni(110), and CO and CO, with Ni(110) surfaces are presented.

Atomic and molecular scattering experiments have long been used to probe the charac-
teristics and resilience of chemical bonds, and the dynamics of individual reactive
collision events.! Such experiments provide valuable insight because the energy dissipa-
tion mechanisms and potential-energy surfaces (PES) for low-energy scattering and
chemical reactions are identical. Indeed, translational kinetic energy is often required
to surmount activatio.. ~iers. Both gas-phase and gas-surface chemical processes
have been studied in this way. In this paper results of the application of translational
spectroscopy to study of chemical reactions at single crystal metal surfaces are described.

To place these and related studies in context, we must mention that both thermal
and hypothermal beam-surface scattering are long-established techniques of surface
science. They have been used as a diagnostic to provide surface structural information.
More importantly here, they have also been used to determine the topography of
gas-surface potentials, the energy dissipation mechanisms, and the residence times and
sticking probabilities of gas atoms and molecules on surfaces.” We wish in this paper
to explore the possibility of extracting chemical information from yet higher energy
beam-surface scattering experiments.

The kinetic-energy region 1-10 eV is clearly in the activation- or ‘chemical-energy’
regime. Several groups have performed scattering experiments at these energies.” The
interpretation of these experiments, however, is complicated by the difficulty of efficiently
detecting neutral reaction products. Furthermore, sticking probabilities can be quite
high. Increasing the collision energy can potentially remove both difficulties; however,
additional complications arise. If the projectile energy is too liigh, surface damage, and
penetration of the beam may occur. Furthermore, the relevance of such high-energy
collisions to the interaction between the same reactants at ‘chemical energies’ may be
questioned.

Aiding such ‘high-energy’ (tens of eV so several keV) investigations*” is the apparent
lack of strong coupling between the components of the projectile motion perpendicular
and parallel to the surface, for small angles of incidence of the beam to the surface.’
At sufficiently small angles, the surface corrugation is hardly visible, ‘shadowing’ prevents
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2 Reactive Collision with Surfaces
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Fig. 1. Schematic diagram of the time-of-flight spectrometer [shown for an N beam and an
Ni(111) target].

damage and penetration of the surface layer, and variation of this incidence angle
permits us to approach, arbitrarily closely, thermal velocities or chemical energies in
that component of the projectile motion perpendicular to the surface.®

Experimental

Experiments were performed under ulitra-high-vacuum conditions, using a pulsed mass-
analysed molecular ion beam of either reactive or non-reactive gas species. This beam
is incident at a small angle (typically 5°) to the surface of a single crystal. Crystals
were spark cut, aligned and mechanically polished, then mounted in the vacuum chamber
and further polished to atomic flatness by sputtering with a low-energy inert-gas beam
(typically 1keV Ne") incident at a glancing angle to the surface. The surface flatness
can be monitored by observing the angular distribution of scattered particles. Initially,
a very broad angular distribution is observed, owing to scattering from steps and defects.
After several hours to days of sputtering and annealing, a sharply peaked angular
distribution, indicative of an atomically flat surface, can generally be obtained.” The
cleanliness of the surface is monitored by low-energy ion scattering® or recoil’ spec-
troscopy.

Scattered ‘reaction products’ are currently analysed using a time-of-flight spec-
trometer with an acceptance cone angle of 1.2° at a fixed scattering angle of 10°.
Scattered ions are accelerated in the 1.2 m flight-tube (fig. 1). This permits both their
separation from the neutral products in the detected time-of-flight distribution and their
mass identification. The flight-time resolution is typically 0.2%. The vibrational and
rotational temperatures of molecular ions extracted from the plasma ion source are
presently unknown.

Results

We have measured the velocity distributions of the products of small-angle scattering
of (variously) H3, H;‘, N3, 03, CO" and CO; from Ni(111), Ni(110), Al(110), Ag(111)
and Si(100) surfaces™'*'® in the projectile energy range 100-3000eV. As an example,
the product energy spectrum for 990 ¢V N3 scattered from Ni(111) is shown in fig. 2.
Clearty, N can survive the collision without dissociating. The high dissociation energy
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Fig. 2. Kinetic-energy distributions of neutral and ionized products of the scattering of 990 eV
N7 from an Ni(111) surface.”® Scattering angle 10°, incidence angle 5°. @, Neutrals (N+N,);
O, N*; A, N3

of N3 can survive the collision without dissociating. The high dissociation energy of
N3 (8.7 eV), or of N, (9.7 eV), however, does not preclude accompanying high vibrational
or rotational excitation. That this does not in fact necessarily accompany all collisions
is dramatically obvious from fig. 3, where the time-of-flight spectrum of the products
of 1000 eV O3 scattering from Ag(111) is reproduced. Here, a significant yield of O3
is observed. This ion is, however, stable against autodetachment only in its lowest
vibrational states (v =0-2). Furthermore, we can see from fig. 2 and 3 that charge
exchange occurs in these collisions with high efficiency. In fig. 2, the ratio of neutral
to positive ionic products is of the order of 104, while for the C5/Ag(111) interaction
(fig. 3), this ratio is greater than 2 x 10°, and in addition, a second charge-transfer step
occurs, leading to negative-ion formation. The yield ratio (0; +07)/(0,+0) is 0.01,
with the degree of dissociation being large for the neutrals [0/(O+0,) = 0.9], and small
for the negative ions [O7/(0O” +0;)=0.1]. All ratios have been computed using
integrated peak yields.

The projectile energy dependence of the O~ yield, normalized to the total number
of nuclei scattered into the solid angular range of the detector, is shown in fig. 4.° The
O~ yield exhibits a definite threshold at ca. 2400 eV projectile energy, whereas the
O-atom yield increase at this energy is barely perceptible. The explanation for this
behaviour is presented in the Discussion.

Fragmentation spectra corresponding to the scatterin; of 480 eV CO*, N3, CO; and
O; from an Ni(110) surface are summarized in fig. 5.'° The anticipated positions of
possible negative ion species are shown. If we assign the peaks superimposed on the
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Fig. 3. Time-of-flight distribution of neutral and negative products of the scattering of 1000 eV O3
from an Ag(111) surface.® Scattering angle 10 °, incidence angle 5°.
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Fig. 5. Time-of-flight spectra of the products of specular scattering of 480 eV CO* (a), 480 eV CO3
(b), 480 eV N3 (¢), and 490 eV CO; (d), from an Ni(110) surface.'"* The anticipated positions of
CO3, O™ and O3 are indicated.

" broad distribution of the neutral species to surviving molecules, we conclude that N,

and CO undergo negligible dissociation. The ratio N»/(N,+0.5N) =0.94 and CO/(CO+
0.5C+0.507) =0.96. This is in contrast to CO, and O,, which predominantly dissociate.
Clearly, the electronic structure or configuration of the molecule strongly influences the
outcome of its interaction with a given surface.

Discussion

Central to any attempt to relate the results of these experiments to our understanding
of adsorption and reaction at surfaces is the question of the influence of the beam
energy. This differs by 2-3 orders of magnitude from that conventionally associated
with adsorption and reaction studies. We have already briefly addressed the apparent
lack of strong coupling between the components of the projectile.motion perpendicular
and parallel to the surface. In addition, recent molecular dynamics calculations'’ have
shown that the hard-cube model of scattering'® is more appropriate at keV energies and
glancing-incidence scattering geometries than for the thermal and hyperthermal energies
(and non-glancing-incidence scattering geometries) for which it was developed. Further-
more, we have recently observed the transient adsorption of a keV atomic ion beam
(incident at glancing angles) on crystal surface.'” The mechanism of adsorption does
not appear to differ in essence from that responsible for adsorption at thermal energies.?®
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6 Reactive Collision with Surfaces

The energy dissipated by the projectile appears primarily in excitation of the substrate
(electron-hole pair, plasmon and phonon excitation). As a consequence, a large part
of the topography of ‘the interaction potential-energy surface may be probed during
the scattering event, including that portion corresponding to adsorption or reaction
equilibrium.

The collision time is large compared to the timescale for electronic processes. We
therefore expect that we can both establish and access the various adiabatic electronic
states of the collision system. The collision time is, however, comparable to molecular
vibration times. We therefore expect that we can probe in such collision experiments
intermediate states which may be dissociative or short-lived on the timescale of 10™'*s.

The data of fig. 2-5 exemplify these ideas. Both N, and CO, for example, are known
to adsorb molecularly on Ni(110).2"** We observe negligible dissociation in our scatter-
ing experiments (fig. 5). Static adsorption and hyperthermal molecular-beam studies of
the interaction of CO, with Ni(110) implicate a CO; intermediate in the dissociative
(CO +0) chemisorption of CO, on Ni(110).>* We clearly observe significant dissociation,
and clear evidence for the CO; intermediate (fig. 5). Oxygen is known to adsorb
atomically on Ni(110),2* but no O; intermediate has been identified in static experiments,
even at low temperatures. We observe significant dissociation and O; in our product
distribution (fig. 5). We suggest'* that dissociative chemisorption of O, on Ni(110)
indeed proceeds via an O, intermediate. To explain the discrepancy between the
scattering and low-temperature adsorption results, the activation barrier between the
O; and O™ + O~ regions of the potential-energy surface must be either non-existent, or
of the order of the vibrational energy of the O; (v =0) species.

Molecular oxygen is known to be adsorbed molecularly on Ag(111) at thermal
energies,”® yet our scattering data (fig. 3), differ little from those obtained for Ni(110)
(fig. 5), where oxygen is adsorbed atomically. This shows one influence of the high
beam energies normal to the surface. We can always choose conditions such that we
have sufficient energy available to surmount any or all activation barriers.

We observe O~ in fig. 3. The dependence of the O~ yield on incident O; beam
energy was shown in fig. 4. Below Eo;=2400 ¢V, little O™ is observed. The neutral O
atoms we observe at all energies (fig. 4) appear to arise from charge capture by the
dissociative O, I states.” It is energetically unfavourable for molecules possessing this
electron configuration to capture a second electron. The O~ ions arise from capture of
a second electron by molecules in the neutral ground-state configuration. The threshold
we observe corresponds to the threshold for collisional dissociation of such
molecules.'*!” We attribute the small O~ yield below Eg;=2400eV to collisional
dissociation at defects on the surface. We conclude that we either do not efficiently
access that region of the potential-energy surface corresponding to dissociative
chemisorption, or that if we do, the probability of remaining in that channel is exceedingly
small. Which (if any) of these possibilities is correct might be answered by performing
trajectory calculations on the interaction PES. A model PES for the O,/Ag(111)
interaction has recently been constructed.’®

The neutral component of the product distributions (fig. 2, 3, 5) certainly contain
atoms, since particles are observed at velocities exceeding the velocity of the incident
beam. In the above analysis, we tentatively associated the sharp peak on the broad
atom distribution with neutral molecules. We also attributed the formation of netural
atoms (at least at low incident energies) to dissociative attachment reactions. Similar
reactions in the gas ?hase often produce double-peaked atom time-of-flight or kinetic-
energy distributions.”” Our distributions may also have a double-peaked structure, which
is masked by the neutral molecule peak. Other explanations, such as overlap with a
third component (owing, for example, to collisional dissociation of neutral molecules),
broadening of the distributions caused by inelastic and elastic losses, and orientation
and apparatus function effects are under investigation.
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8 Reactive Collision with Surfaces

The surface in our experiments defines an axis which can strongly influence the
probability of charge transfer to energetically accessible electronic states of different
symmetry.”® The interaction of H; with Al(110) provides a simple example (fig. 6). The
dependence on the molecular-axis orientation of the probability of exciting in either
the X '=; (bound) or b’Z (dissociative) state is shown in fig. 7. For molecular-axis
orientations parallel to the surface, exit in the dissociative channel is strongly depressed.
Such effects should be easily measurable directly using position sensitive coincidence
detection techniques. These effects can also strongly influence the interpretation of
experimental results obtained with apparatus such as that illustrated in fig. 1, which
selects only a limited range of molecular axis orientations.””

Conclusions

A correlation between the results of glancing incidence, energetic molecular ion beam-
surface scattering experiments and adsorption and reaction phenomena at thermal and
hyperthermal energies has been established. The effective energy of the beam perpen-
dicular to the surface can be tuned easily to overcome activation energy barriers. In
future, measurements using orientated beams, or experiments which measure (after
scattering) the molecular-axis orientation during scattering, should be feasible. Using
these techniques, both energetic and orientational barriers to adsorption and reaction
on surfaces may be investigated in detail. Furthermore, the similarity of the collision
and molecular vibration times permits the identification and investigation of reaction
intermediates which may not be detectable by static spectroscopies. Combined with
trajectory calculations on model potential-energy surfaces, we expect energetic beam-
surface scattering techniques to provide significant and valuable insights into the
dynamics of adsorption and reaction, both molecular and dissociative, on surfaces.
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